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57 ABSTRACT 
A process for polymerizing olefins employing as a cata 
lyst therefor, the reaction product of (A) the reaction 
product of (1) the reaction product of (a) an alkyl mag 
nesium compound such as dibutylmagnesium, with (b) 
an oxygen-containing and/or nitrogen-containing com 
pound such as n-propyl alcohol, or isopropylamine, 
with (2) a halide source such as titanium tetrachloride 
or silicon tetrachloride; and (B) a transition metal com 
pound such as titanium tetrachloride and (C) a reducing 
agent such as triisobutylaluminum. The polymers which 
are produced in the presence of this catalyst and a 
cocatalyst such as triethylaluminum have a low catalyst 
support to transition metal ratio and therefore, the cata 
lyst efficiency based on quantity of polymer per quan 
tity of total catalyst is very high resulting in a polymer 
having good color and very little, if any, corrosion. 

68 Claims, No Drawings 
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PROCESS FOR POLYMERIZING OLEFENS 
EMPLOYNGA CATALYST PREPARED FROM 
ORGANOMAGNESIUM COMPOUND; OXYGEN 
OR NITROGEN. CONTAINING COMPOUND; 
HALIDE SOURCE: TRANSITION METAL 
COMPOUND AND REDUCING AGENT 

CROSS-REFERENCE TO RELATED 
APPLICATION 

This is a Continuation-In-Part of application Ser. No. 
192,960, filed Oct. 1, 1980, abandoned. 

BACKGROUND OF THE INVENTION 
This invention relates to a new catalyst composition 

useful for initiating and promoting polymerization of 
one or more a-olefins and to a polymerization process 
employing such a catalyst composition. 

It is well known that olefins such as ethylene, propy 
lene, and 1-butene in the presence of metallic catalysts, 
particularly the reaction products of organometallic 
compounds and transition metal compounds can be 
polymerized to form substantially linear polymers of 
relatively high molecular weight. Typically such poly 
merizations are carried out at relatively low tempera 
tures and pressures. 
Among the methods for producing such linear olefin 

polymers, some of the most widely utilized are those 
described by Professor Karl Ziegler in U.S. Pat. Nos. 
3,113,115 and 3,257,332. In these methods, the catalyst 
employed is obtained by admixing a compound of a 
transition metal of Groups 4b, 5b, 6b and 8 of Mendele 
ev's Periodic Table of Elements with an organometallic 
compound. Generally the halides, oxyhalides and alkox 
ides or esters of titanium, vanadium and zirconium are 
the most widely used transition metal compounds. 
Common examples of the organometallic compounds 
include the hydrides, alkyls and haloalkyls of aluminum, 
alkylaluminum halides, Grignard reagents, alkali metal 
aluminum hydrides, alkali metal borohydrides, alkali 
metal hydrides, alkaline earth metal hydrides and the 
like. Usually, the polymerization is carried out in a 
reaction medium comprising an inert organic liquid, 
e.g., an aliphatic hydrocarbon and the aforementioned 
catalyst. One or more olefins may be brought into 
contact with the reaction medium in any suitable man 
ner, and a molecular weight regulator, such as hydro 
gen, is often added to the reaction vessel in order to 
control the molecular weight of the polymers. Such 
polymerization processes are either carried out at slurry 
polymerization temperatures (i.e., wherein the resulting 
polymer is not dissolved in the hydrocarbon reaction 
medium) or at solution polymerization temperatures 
(i.e., wherein the temperature is high enough to solubi 
lize the polymer in the reaction medium). 

Following polymerization, it is common to remove 
catalyst residues from the polymer by repeatedly treat 
ing the polymer with alcohol or other deactivating 
agent such as an aqueous basic solution. Such catalyst 
deactivation and/or removal procedures are expensive 
both in time and material consumed as well as the equip 
ment required to carry out such treatment. 
Moreover, most slurry polymerization processes em 

ploying the aforementioned known catalyst systems are 
accompanied by reactor fouling problems. As a result of 
such reactor fouling, it is necessary to frequently stop 
the process to clean the polymerization reactor. 
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2 
In view of the foregoing problems encountered in the 

use of conventional Ziegler catalysts, it would be highly 
desirable to provide a polymerization catalyst which is 
sufficiently active to eliminate the need for catalyst 
residue removal and which minimizes reactor fouling 
problems. In slurry polymerization processes, it would 
be especially desirable to provide a high efficiency cata 
lyst that will yield a polyolefin powder having in 
creased bulk density. 

SUMMARY OF THE INVENTION 

The present invention in one aspect is a catalyst sup 
port which is the solid reaction product formed by 
reacting in an inert hydrocarbon diluent (1) the reaction 

5 product of (a) an organomagnesium compound or a 
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hydrocarbyl or hydrocarbyloxy aluminum, zinc or 
boron mixture or complex thereof with (b) an oxygen 
containing and/or nitrogen-containing compound; and 
(2) a halide source which is free of a transition metal. 
For the purpose of describing the present invention, 

the organomagnesium compound and the mixture or 
complex of the organomagnesium compound and the 
hydrocarbyl or hydrocarbyloxy aluminum, zinc or 
boron compounds are represented by the formula 
MgR2.xMeR', as hereinafter defined. 
The oxygen-containing and/or nitrogen-containing 

compound is present in a quantity sufficient to lower the 
amount of hydrocarbyl groups present in component 
(1-a) such that the resultant product does not substan 
tially reduce TiCl4 at a temperature of about 25° C. The 
halide source is present in a quantity sufficient to con 
vert essentially all of the groups which are attached to 
a magnesium atom in component (1a) to a halide group. 
Another aspect of the present invention is the hydro 

carbon insoluble solid reaction product of (A) the hy 
drocarbon insoluble solid reaction product of (1) the 
reaction product of (a) a hydrocarbyl magnesium com 
pound or a hydrocarbyl or hydrocarbyloxy aluminum 
complex thereof with (b) an oxygen-containing and/or 
nitrogen-containing compound, with (2) a halide 
source; (B) a transition metal compound; and (C) a 
reducing agent. 
The components are employed in quantities so as to 

provide a sufficient quantity of component (1-b) to 
lower the amount of hydrocarbyl groups present in 
component (1-a) such that the resultant product will not 
substantially reduce TiCl4 at 25° C. At least a sufficient 
amount of halogen from component (2) is employed to 
convert essentially all of the groups attached to a mag 
nesium atom in component (1) to a halide group. The 
quantity of component (B) is that which is sufficient to 
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provide a Mg:Tm atomic ratio of from about 0.05:1 to 
about 50:1 preferably from about 0.1:1 to about 5:1 and 
most preferably from about 0.2:1 to about 1:1. Sufficient 
quantities of component (C) are employed so as to theo 
retically reduce essentially all of the transition metal. 
The present invention concerns solid, hydrocarbon 

insoluble catalysts which when employed with an acti 
vator or cocatalyst are suitable for polymerizing a-ole 
fins which catalysts are the inert diluent washed prod 
uct resulting from the admixture of: 

(I) the reaction product of 
(A) the reaction product of 

(1) a magnesium component or a mixture of such 
components represented by the formula 
MgR2.xMeR', wherein each R is independently 
a hydrocarbyl group having from 1 to about 20, 
preferably from 1 to about 10 carbon atoms, each 
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R" is independently hydrogen, a hydrocarbyl or 
a hydrocarbyloxy group having from 1 to about 
20, preferably from 1 to about 10 carbon atoms, 
Me is Al, Zn or B, x has a value from zero to 10, 
x' has a value equal to the valence of Me, and 5 

(2) an oxygen-containing and/or nitrogen-contain 
ing compound in a quantity sufficient to lower 
the amount of hydrocarbyl groups present in 
component (A-1) such that the resultant product 
does not substantially reduce TiCl4 at a tempera 
ture of about 25 C.; and 

(B) a suitable halide source or mixture thereof repre 
sented by the formulas AllR3-aXa, SiR4-bXb, 
SnR4 bXb, POX3, PX3, PX5, SO2X2, GeX4, 
R4(CO)X, Tmy,X- and RX wherein each R is 
independently hydrogen, a hydrocarbyl or a hy 
drocarbyloxy group having from 1 to about 20 
carbon atoms, preferably from 1 to about 10 carbon 
atoms; each R is independently hydrogen or a 
hydrocarby group having from 1 to about 20 car 
bon atoms, preferably from 1 to about 10 carbon 
atoms; each X is a halogen atom such as chlorine or 
bromine; a has a value of from 1 to 3; b has a value 
of from 1 to 4: Tm is a metal selected from groups 
IV-B, V-B or VI-B of the Periodic Table of Ele 
ments; Y is oxygen, OR", or NR'2; each R" is 
independently hydrogen or a hydrocarbyl group 
having from 1 to about 20 carbon atoms, Z has a 
value equal to the valence of said transition metal, 
in has a value of from zero to 5 with the value of 30 
z-n being from at least 1 up to a value equal to the 
valence of the transition metal; said halide source 
being present in a quantity sufficient to convert 
essentially all of the groups attached to a magne 
sium atom in component (A) to a halide group; 

(II) a transition metal compound represented by the 

10 
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35 

formula TnYX- wherein Tm, Y, X, Z and n are as 
defined above; n has a value from zero to 5 with Z-n 
being from zero up to a value equal to the valence of the 
transition metal in a quantity so as to provide a Mg:Tn 40 
atomic ratio of from about 0.05:1 to about 50:1, prefera 
bly from about 0.1:1 to about 5:1, most preferably from 
about 0.2:1 to about 1:1; and 

(III) a suitable reducing agent or mixture of reducing 
agents represented by the formulas B(R)3-mixm, 
Al(R3)3-X, ZnR32, MgR3X or MgR32 wherein each 
X is independently a halogen, a hydrocarbyloxy group 
having from 1 to about 20, preferably from 1 to about 10 
carbon atoms or an NR32 group; each R3 is indepen 
dently hydrogen or a hydrocarbyl group having from 1 
to about 20, preferably from 1 to about 10 carbon atoms; 
m has a value from zero to 2; said reducing agent being 
employed in a quantity so as to provide an R3: Tm ratio 

45 

50 

of from about 1:1 to about 50:1 preferably from 1:1 to 
about 10:1 and most preferably from about 1:1 to about 55 
3:1. 
When in the above catalyst the halide source is a 

reducing halide source, the reducing agent (III) can be 
omitted resulting in still another aspect of the present 
invention which is the inert diluent washed hydrocarbon 60 
insoluble catalyst which comprises: 

(I) The reaction product of 
(A) the reaction product of 

(1) a magnesium component or a mixture of such 
components represented by the formula 65 
MgR2.xMeR', wherein each R is independently 
a hydrocarbyl group having from 1 to about 20, 
preferably from 1 to about 10 carbon atoms, each 

4. 
R" is independently hydrogen, a hydrocarbyl or 
a hydrocarbyloxy group having from 1 to about 
20, preferably from 1 to about 10 carbon atoms, 
Me is Al, Zn or B, x has a value from zero to 10, 
x' has a value equal to the valence of Me, and 

(2) an oxygen-containing and/or a nitrogen-con 
taining compound in a quantity sufficient to 
lower the amount of hydrocarbyl groups present 
in component (A-1) such that the resultant prod 
uct does not substantially reduce TiCl4 at a tem 
perature of about 25 C.; 

(B) a suitable reducing halide source represented by 
the formula Al(R:)3-Xa wherein R3 is indepen 
dently hydrogen or the same definition as R above, 
X is as defined above and a has a value from 1 to 
less than 3; said halide source being employed in a 
quantity sufficient to convert essentially all of the 
groups attached to a magnesium atom to a halide 
group and to provide an R3:Tm ratio of from about 
1:1 to about 50:1, preferably from about 1:1 to 
about 10:1 and most preferably from about 1:1 to 
about 3:1; 

(C) a transition metal compound represented by the 
formula TimYX wherein Tm is a metal selected 
from groups IV-B, V-B or VI-B of the Periodic 
Table of Elements;Y is oxygen, OR' or NR'2; X is 
a halogen; each R" is independently hydrogen or a 
hydrocarbyl group having from 1 to about 20 car 
bon atoms; n has a value from zero to 5 with Z-n 
being from one up to a value equal to the valence of 
the transition metal in a quantity so as to provide a 
Mg:Tm atomic ratio of from about 0.05:1 to about 
50:1, preferably from about 0.1:1 to about 5:1. 

A further aspect of the present invention is a process 
for preparing a hydrocarbon insoluble catalyst which 
comprises: 

(I) reacting in an inert diluent 
(A) the reaction product of 

(1) a magnesium component or a mixture of such 
components represented by the formula 
MgR2.xMeR', wherein each R is independently 
hydrogen, a hydrocarbyl group having from 1 to 
about 20, preferably from 1 to about 10 carbon 
atoms, each R" is independently hydrogen, hy 
drocarbyl or a hydrocarbyloxy group having 
from 1 to about 20, preferably from 1 to about 10 
carbon atoms, Me is Al, B or Zn, x has a value 
from zero to 10, x' has a value equal to the va 
lence of Me, 

(2) a oxygen-containing and/or nitrogen-contain 
ing compound in a quantity sufficient to lower 
the amount of hydrocarbyl groups present in 
component (A-1) such that the the resultant 
product does not substantially reduce TiCl4 at a 
temperature of about 25 C.; and 

(B) a suitable halide source or mixture thereof repre 
sented by the formulas AllR3-axa, SiR4-bXb, 
SnR4-X, POX3, PX3, PX5, SO2X2, GeX4, 
R4(CO)X, TmYX- and RX wherein each R is 
independently hydrogen, a hydrocarbyl group or a 
hydrocarbyloxy group as hereinbefore defined, R 
is hydrogen or a hydrocarbyl group having from 1 
to about 20, preferably from 1 to about 10 carbon 
atoms; each X is a halogen atom such as chlorine or 
bromine; a has a value of from 1 to 3;b has a value 
of from 1 to 4: Tm is a metal selected from groups 
IV-B, V-B or VI-B of the Periodic Table of Ele 
ments; Y is oxygen, OR", or NR'2; each R" is 



5 
independently hydrogen or a hydrocarbyl group 
having from 1 to about 20 carbon atoms, Z has a 
value equal to the valence of said transition metal, 
n has a value of from zero to 5 with the value of 
z-n being from at least 1 up to a value equal to the 5 
valence of the transition metal; said halide source 
being present in a quantity sufficient to convert 
essentially all of the groups attached to a magne 
sium atom in component (A) to a halide group; 

(II) recovering the resultant hydrocarbon insoluble 10 
product, washing said product with fresh inert diluent; 

(III) mixing, in fresh inert diluent, the product from 
(II) with (C) a transition metal compound represented 
by the formula TimYX- wherein Tm, Y, X, Z and in 
are as defined above; z-n has a value from zero up to 15 
a value equal to the valence of the transition metal in a 
quantity so as to provide a Mg:Tm atomic ratio of from 
about 0.05:1 to about 50:1, preferably from about 0.1:1 
to about 5:1, most preferably from about 0.2:1 to about 
1:1, 
(IV) reacting the mixture from (III) with (D) a suit 

able reducing agent or mixture of reducing agents se 
lected from compounds represented by the formulas 

or MgR32 wherein each X is independently a halogen, a 25 
hydrocarbyloxy group having from 1 to about 20, pref. 
erably from 1 to about 10 carbon atoms or a NR2 
group; each R3 is independently hydrogen or a hydro 
carbyl group having from 1 to about 20, preferably from 
1 to about 10 carbon atoms; m has a value from zero to 
2, said reducing agent being employed in a quantity so 
as to provide an R3:Tm ratio of from about 1:1 to about 
50:1 preferably from 1:1 to about 10:1 and most prefera 
bly from about 1:1 to about 3:1; and 

(V) recovering and washing with fresh inert diluent 
the resultant solid hydrocarbon insoluble catalyst pro 
duced in step (IV). 
When in the above process the halide source is a 

reducing halide source, the recovery step II and the 
reducing agent (IV) can be omitted resulting in still 
another aspect of the present invention which is a pro 
cess for preparing a hydrocarbon insoluble catalyst 
which comprises: 
() reacting in an inert diluent 
(A) the reaction product of 

(1) a magnesium component or a mixture of such 
components represented by the formula 
MgR2.xMeR'; wherein each R is independently 
a hydrocarbyl group having from 1 to about 20, 
preferably from 1 to about 10 carbon atoms, each 
R" is independently hydrogen, a hydrocarbyl or 
a hydrocarbyloxy group having from 1 to about 
20, preferably from 1 to about 10 carbon atoms; 
Me is Al, Zn or B; x has a value from zero to 10 
and x' has a value equal to the valence of Me; 
with 

(2) an oxygen-containing and/or nitrogen-contain 
ing compound in a quantity sufficient to lower 
the amount of hydrocarbyl groups present in 
component (A-1) such that the resultant product 
does not substantially reduce TiCl4 at a tempera 
ture of about 25 C.; and 

(B) a suitable reducing halide source represented by 
the formula AllR3-Xa wherein each X is a halo 
gen atom, preferably chlorine, R3 is hydrogen or a 
hydrocarbyl group as defined above and a has a 
value from 1 to less than 3; in a quantity so as to 
provide an R3:Tiratio of from 1:1 to about 50:1, 
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4,387,200 6 
preferably from about 1:1 to about 10:1 and to 
provide sufficient halogen atoms to convert essen 
tially all of the groups attached to a magnesium. 
atom in component (A) to a halide group; and 

(C) a transition metal compound represented by the 
formula TmYX-n wherein Tm is a metal selected 
from groups IV-B, V-B or VI-B of the Periodic 
Table of Elements;Y is oxygen, OR' or NR'2; X is 
a halogen; each R' is independently hydrogen or a 
hydrocarbyl group having from 1 to about 20, 
preferably from 1 to about 10 carbon atoms; n has 
a value from zero to 5 with Z-n being from one up 
to a value equal to the valence of the transition 
metal in a quantity so as to provide a MgTm 
atomic ratio of from about 0.05:1 to about 50:1, 
preferably from about 0.1:1 to about 5:1; and 

(II) recovering and washing with fresh inert diluent 
the resultant solid, hydrocarbon insoluble catalyst. 
A further aspect of the invention is a process for 

polymerizing a-olefins or mixtures thereof which com 
prises conducting the polymerization in the presence of 
the aforementioned catalysts. 

DESCRIPTION OF THE PREFERRED 
EMBODIMENTS 

The organomagnesium compounds which are suit 
ably employed in the present invention include those 
represented by the formula R2MgxMeR'" wherein 
each R is independently a hydrocarbyl group and each 
R" is independently a hydrogen, hydrocarbyl or hy 
drocarbyloxy group, Me is Al, Zn or B, x has a value 
from 0 to 10 and x' has a value equal to the valence of 
Me. 
The term hydrocarbyl as employed herein refers to a 

monovalent hydrocarbon radical such as alkyl, cycloal 
kyl, aryl, aralkyl, alkenyl and similar hydrocarbon radi 
cals having from 1 to about 20 carbon atoms with alkyl 
having from 1 to 10 carbon atoms being preferred. 
The term hydrocarbyloxy as employed herein refers 

to monovalent oxyhydrocarbon radicals such as alkoxy, 
cycloalkoxy, aryloxy, aralkoxy, alkenoxy and similar 
oxyhydrocarbon atoms having from 1 to about 20 car 
bon atoms with alkoxy groups having from 1 to 10 
carbon atoms being the preferred hydrocarbyloxy radi 
cals. 
The quantity of MeR', i.e. the value of X, is prefera 

bly the minimum amount which is sufficient to render 
the magnesium compound soluble in the inert solvent or 
diluent which is usually a hydrocarbon or mixture of 
hydrocarbons. The value of x therefore is from zero to 
about 10, usually from about 0.2 to about 2. 

Particularly suitable organomagnesium compounds 
include, for example, di-(n-butyl) magnesium, n-butyl 
sec-butyl magnesium, diisopropyl magnesium, di-n- 
hexyl magnesium, isopropyl-n-butyl magnesium, ethyl 
n-hexyl magnesium, ethyl-n-butyl magnesium, di-(n- 
octyl) magnesium, butyl octyl and such complexes as 
di-n-butyl magnesium. aluminum triethyl, di-(n-butyl) 
magnesium.1/6 aluminum triethyl, mixtures thereof and 
the like. 

Suitable oxygen-containing compounds include, for 
example, water, carbon dioxide, carbon monoxide, sul 
fur dioxide, hydroxyl-containing organic compounds 
such as alcohols, glycols, polyoxyalkylene glycols and 
the like, aldehydes, ketones, acetals, ketals, carboxylic 
acids, carboxylic acid esters, orthoesters or halides, 
carboxylic acid anhydrides, organic carbonates, mix 
tures thereof and the like. 
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Suitable nitrogen-containing compounds which can 
be employed herein include, for example, ammonia, 
amines, nitriles, amides, oximes, imides, isocyanates, 
mixtures thereof and the like. 

Suitable hydroxyl-containing compounds include 
those represented by the formulas 

wherein each R is a hydrocarbyl group having from 1 
to about 20 preferably from 1 to about 10 carbon atoms 
or a halogen, NHR or NH2 substituted hydrocarbyl 
group having from 1 to about 20 preferably from 1 to 
about 10 carbon atoms, each R" is independently a diva 
lent hydrocarbyl group having from 1 to about 20 pref 
erably from 1 to about 10 carbon atoms, each R' is 
independently hydrogen, a hydrocarbyl group having 
from 1 to about 20 preferably from 1 to 10 carbon atoms 
or a halogen, NHR or NH2 substituted hydrocarbyl 
group having from 1 to about 20 preferably from 1 to 
about 10 carbon atoms, at least one of which is hydro 
gen, Z is a multivalent organic radical containing from 
2 to about 20 carbon atoms, n has a value from zero to 
about 10 and n' has a value of from 2 to about 10. 

Particularly suitable hydroxyl-containing compounds 
include alcohols such as for example methyl alcohol, 

10 

15 

20 

25 

ethyl alcohol, n-propyl alcohol, isopropyl alcohol, n 
butyl alcohol, sec-butyl alcohol, tert-butyl alcohol, oc 
tadecyl alcohol, glycols, 1,2-butylene glycol, 1,3-propy 
lene glycol, 1,4-butanediol, 1,6-hexane diol, other hy 
droxyl containing compounds such as, for example, 
glycerine, trimethylol propane, hexane triol, phenol, 
2,6-di-tert-butyl-4-methylphenol, mixtures thereof and 
the like. Also suitable are the adducts of ethylene oxide, 
1,2-propylene oxide, 1,2-butylene oxide, 2,3-butylene 
oxide, styrene oxide or mixtures of such oxides with the 
previously mentioned or other hydroxyl-containing 
compounds such as pentaerythritol, sucrose, sorbitol 
and the like, as well as the alkyl and aryl capped hy 
droxyl-containing compounds so long as there remains 
at least 1 hydroxyl group per molecule. 

Suitable aldehydes which can be employed herein 
include those aldehydes represented by the formula 

O (I) 

wherein R is hydrogen or a hydrocarbyl group having 
from 1 to about 20 carbon atoms, preferably an aliphatic 
hydrocarbyl group having from 1 to about 10 carbon 
atoms. Particularly suitable aldehydes include, for ex 
ample, formaldehyde, acetaldehyde, propionaldehyde, 
butryaldehyde, benzaldehyde, mixtures thereof and the 
like. 

Suitable ketones which can be employed herein in 
clude, for example, those represented by the formula 

O 
l 

R-C-R 

(II) 

wherein each R is independently a hydrocarbyl group 
having from 1 to about 20 carbon atoms, preferably 
from 1 to about 10 carbon atoms. Particularly suitable 
ketones include, for example, acetone, methyl ethyl 
ketone, 2,6-dimethyl-4-heptanone, mixtures thereof and 
the like. 
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8 
The oxygen-containing compounds, particularly the 

alcohols, aldehydes and ketones can contain up to about 
50 percent, preferably about 1 percent or less water by 
weight. 

Suitable carboxylic acids which can be employed 
herein include those represented by the formulas 

... O (IV) 
I 

O O (V) 

wherein each R is a hydrocarbyl group having from 1 
to about 20 carbon atoms, particularly from about 1 to 
about 10 carbon atoms. Particularly suitable carboxylic 
acids include, for example, formic acid, acetic acid, 
propionic acid, oxalic acid, benzoic acid, 2-ethylhex 
anoic acid, acrylic acid, methacrylic acid, mixtures 
thereof and the like. 

Suitable acetals which can be employed herein in 
clude, for example, those represented by the formula 

H 

R-0--0-R 
R 

(VI) 

wherein each R is independently a hydrocarbyl group 
having from 1 to about 20 carbon atoms, preferably 
from 1 to about 10 carbon atoms. Particularly suitable 
acetals which can be employed includes, for example, 
acetal, 1,1-diethoxypropane, mixtures thereof and the 
like. 

Suitable ketals which can be employed herein in 
clude, for example, those represented by the formula 

R 

R-0--0-R 
R 

(VII) 

wherein each R is independently a hydrocarbyl group 
having from 1 to about 20 carbon atoms, preferably 
from 1 to about 10 carbon atoms. Particularly suitable 
ketals include, for example, 2,2-dimethoxypropane, 2,2- 
dimethoxyhexane, 2,2-diethoxypropane, mixtures 
thereof and the like. 

Suitable esters of carboxylic acids which can be em 
ployed herein include, for example, those represented 
by the formulas 

(VIII) 

R-C-O-R 

O O (IX) 

wherein each R is independently a hydrocarbyl group 
having from 1 to about 20 carbon atoms, preferably 
from 1 to about 10 carbon atoms. Particularly suitable 
esters include, for example, ethyl acetate, ethyl formate, 
ethyl benzoate, methyl acetate, methyl formate, mix 
tures thereof and the like. 
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Suitable orthoesters which can be employed herein 
include, for example, those represented by the formula 

(X) 

wherein each R is independently a hydrocarbyl group 
having from 1 to about 20 carbon atoms, preferably 
from 1 to about 10 carbon atoms. Particularly suitable 
orthoesters include, for example, triethylorthoformate, 
triethylorthoacetate, mixtures thereof and the like. 

Suitable carboxylic acid halides include those repre 
sented by the formulas 

(XI) 

ReCeX 

O O (XII) 

wherein each R is independently a hydrocarbyl group 
having from 1 to about 20 carbon atoms, preferably 
from 1 to about 10 carbon atoms and each X is a halo 
gen, preferably chlorine or bromine. Particularly suit 
able acid halides include, for example, acetyl chloride, 
oxalyl chloride, propionyl chloride, benzoyl chloride, 
mixtures thereof and the like. 

Suitable organic carbonates which can be employed 
herein include, for example, those represented by the 
formulas 

O 

C 
A V 
O O 

ReCrean C-R. 

(XIII) 

(XIV) 

wherein each R is independently a hydrocarbyl group 
having from 1 to about 20 carbon atoms, preferably 
from 1 to about 10 carbon atoms. Particularly suitable 
carbonates include, for example, diethylcarbonate, eth 
ylene carbonate, dipropylcarbonate, propylene carbon 
ate, styrene carbonate, mixtures thereof and the like. 

Suitable carboxylic acid anhydrides include, for ex 
ample, those represented by the formulas 

(XV) 
R-C-O as Can-R 

O O (XVI) 

C-O-C 

- R - 
wherein each R is independently a hydrocarbyl group 
having from 1 to about 20 carbon atoms, preferably 
from 1 to about 10 carbon atoms. Particularly suitable 
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10 
anhydrides include, for example, acetic anhydride, pro 
pionic anhydride, mixtures thereof and the like. 

Suitable amines which can be employed herein in 
clude, for example, those represented by the formula 

R (XVII) 

wherein each R is independently hydrogen, a hydroxyl 
or a hydrocarbyl group having from 1 to about 20, 
preferably from 1 to about 10 carbon atoms. Particu 
larly suitable amines include, for example, ammonia, 
ethylamine, diethylamine, diisopropylamine, iso 
propylamine, hydroxylamine, mixtures thereof and the 
like. 

Suitable amides which can be employed herein in 
clude, for example, those represented by the formula, 

R (XVIII) 

wherein each R is independently hydrogen or a hydro 
carbyl group having from 1 to about 20, preferably from 
1 to about 10 carbon atoms. Particularly suitable amides 
include, for example, formamide, N,N-dimethylforma 
mide, mixtures thereof and the like. 

Suitable imides which can be employed herein in 
clude, for example, those represented by the formula 

H O 
R--N-a-R 

(XIX) 

wherein each R is independently hydrogen or a hydro 
carbyl group having from 1 to about 20, preferably from 
1 to about 10 carbon atoms. Particularly suitable imides 
include, for example, succinimide, phthalimide, mix 
tures thereof and the like. 

Suitable oximes which can be employed herein in 
clude, for example, those represented by the formulas 

R2-C=N-OH (XX) 

ph ph (XXI) 
N N 
I 

R-C-C-R 

wherein each R is independently hydrogen or a hydo 
carbyl group having from 1 to about 20, preferably from 
1 to about 10 carbon atoms. Particularly suitable oximes 
include, for example dimethylglyoxime, formamidox 
ime, acetoxime, acetaldoxime, methyl ethyl ketoxime, 
mixtures thereof and the like. 

Suitable nitriles which can be employed herein in 
clude, for example, those represented by the formula 

RCsN (XXII) 

wherein R is hydrogen or a hydrocarbyl group having 
from 1 to about 20, preferably from 1 to about 10 carbon 
atoms. Particularly suitable nitriles include, for exam 
ple, hydrocyanic acid, acetonitrile, propionitrile, acry 
lonitrile, mixtures thereof and the like. 

Suitable isocyanates which can be employed herein 
include, for example, those represented by the formulas 
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R-N-C-O (XXIII) 

OrCN-R-NEC (XXIV) 

NECO NECO (XXV) 

R H 

y 

wherein each R is independently a hydrocarbyl group 
having from 1 to about 20, preferably from 1 to about 10 
carbon atoms and y has an average value from about 
1.01 to about 6. Particularly suitable isocyanates which 
can be employed herein include, for example, methyl 
isocyanate, ethyl isocyanate, methyl diisocyanate, tolu 
ene diisocyanate, methylene diphenyl diisocyanate, 
polymethylene polyphenylisocyanate, mixtures thereof 
and the like. 

If desired, the oxygen- or nitrogen-containing com 
pound can have dissolved or finely dispersed therein 
one or more transition metal compound(s) represented 
by the formula Tm'Y,X2-n wherein Tm' is a transition 
metal selected from groups IV-B, V-B, VI-B, VII-B, 
VIII, I-B of the Periodic Table of the Elements; Y is 

10 
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25 

oxygen, OR' or NR'2; R' is hydrogen or a hydro 
carbyl group having from 1 to about 20, preferably from 
1 to about 10 carbon atoms;X is a halogen atom, prefer 
ably chlorine or bromine; Z has a value corresponding 
to the valence of the transition metal, Tm"; n has a value 
of from zero to 5; and the value of z-n is from zero up 
to the valence of the transition metal, Tm'. 

Particularly suitable transition metal compounds in 
clude, for example, CoCl2, CoCl2.6H2O, NiCl2, 
NiCl2.6H2O, FeCl3.6H2O, FeCl3, FeCl2, CrCl3, CrCl2, 
CrCl3.6H2O, MoCls, WCX62rC14, Zr(O-iC3H7)4, 
VOCl3, mixtures thereof and the like. 
The transition metal compound, when employed, is in 

a quantity so as to provide a Tim':Tm atomic ratio of 
from about 0.01:1 to about 0.5:1, preferably from about 
0.02:1 to about 0.2:1. Also, the transition metals repre 
sented by Tm and Tm' are different. In other words, the 
transition metal portion of the compound dissolved or 
finely dispersed in the oxygen or nitrogen-containing 
compound is different from the transition metal portion 
of the transition metal compound subsequently em 
ployed in preparing the catalyst of the present inven 
tion. By employing such transition metal compounds 
with the oxygen-containing or nitrogen-containing 
compounds, properties of the polymers produced by 
polymerizing the monomer(s) in the presence of cata 
lysts prepared therefrom are usually altered. Such prop 
erties include (1) the melt index of the polymer pro 
duced at a given hydrogen concentration in the poly 
merization reactor and/or (2) the polymer powder bulk 
density of a polymer produced under slurry polymeriza 
tion conditions or by gas phase polymerization. 

Suitable halide sources which can be employed 
herein include those prepresented by the formulas AllR 
3-Xa, SiR4-bXb, SnR4-bXb, POX3, PX3, PX5, SO2X2, 
GeX4, HX, R(CO)X and RX wherein each R is inde 
pendently hydrogen, a hydrocarbyl group or a hy 
drocarbyloxy group as hereinbefore defined, each X is a 
halogen atom such as chlorine or bromine, a has a value 
of from 1 to 3 and b has a value of 1 to 4. 
When the halide source is a hydrocarbyl halide, it 

should contain a labile halogen at least as active i.e., 
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12 
easily lost to another compound, as the halogen of sec 
butyl chloride, preferably as active as t-butyl chloride. 

Particularly suitable halide sources include, for exam 
ple, silicon tetrachloride, tin tetrachloride, aluminum 
trichloride, trichlorosilane, dimethyldichlorosilane, me 
thyltrichlorosilane, methyldichlorosilane, ethylalumi 

l dichloride, diethylaluminum chloride, 
ethylaluminumsesquichloride, phosphorus oxytrichlo 
ride, phosphorus trichloride, hydrogen chloride, t-butyl 
chloride, benzyl chloride, benzoyl chloride, acetyl chlo 
ride, mixtures thereof and the like. 

Suitable halide sources also include hydrocarbon 
soluble transition metal halide compounds represented 
by the formula TmynXz wherein Tm is a transition 
metal selected from groups IV-B, V-B and VI-B of the 
Periodic Table of the Elements, Y is oxygen, OR' or 
NR'2; each R" is independently hydrogen or a hydro 
carbyl group as previously defined; X is a halogen, 
preferably chlorine or bromine; Z has a value corre 
sponding to the valence of the transition metal, Tm; in 
has a value of from zero to 5 with the value of z-n 
being from at least 1 up to a value equal to the valence 
state of the transition metal, Tm. 

Particularly suitable transition metal halide com 
pounds include, those compounds of titanium, zirco 
nium, Vanadium and chromium such as, for example, 
titanium tetrachloride, titanium tetrabromide, dibutoxy 
titanium dichloride, monoethoxy titanium trichloride, 
isopropoxy titanium trichloride, chromyl chloride, va 
nadium oxytrichloride, zirconium tetrachloride, vana 
dium tetrachloride, mixtures thereof and the like. 

Suitable reducing agents include those represented by 
the formulas Al(R:)3-miXm, B(R)3-miXm, ZnR32, 
ZnR3X, MgR3X or MgR32 including mixtures thereof 
wherein each R3 is independently hydrogen or a hydro 
carbyl group as hereinbefore defined; X is a halogen, 
preferably chlorine or bromine, a hydrocarbyloxy 
group as hereinbefore defined, or a NR32 group; R3 
being as previous defined; m has a value from zero to 2, 
preferably zero or 1. 

Particularly suitable reducing agents include, for 
example, triethylaluminum, ethylaluminum dichloride, 
diethylaluminum chloride, triisobutylaluminum, ethyl 
aluminum sesquichloride, diisobutylaluminum hydride, 
trimethylaluminum, triethylboron, diethylzinc, dibutyl 
magnesium butylethyl magnesium, mixtures thereof and 
the like. 
The reducing agents are employed in quantities so as 

to provide an R3:Tm ratio of from about 1:1 to about 
50:1, preferably from about 1:1 to about 10:1, and most 
preferably from about 1:1 to about 3:1. The ratio is the 
number of R3 groups for each atom of transition metal. 

Suitable transition metal compounds which can be 
employed include those represented by the formula 
TmYXz-n, wherein Tm is a transition metal in its 
highest stable valence state and being selected from 
groups IV-B, V-B and VI-B of the Periodic Table of the 
Elements; Y is oxygen, OR' or NR'2; R" is hydrogen 
or a hydrocarbyl group having from 1 to about 20 car 
bon atoms; X is a halogen, preferably chlorine or bro 
mine; z has a value corresponding to the valence of the 
transition metal, Tm; n has a value of from zero to 5 
with the value of z-n being from zero up to a value 
equal to the valence state of the transition metal, Tm. 

Particularly suitable transition metal compounds in 
clude, for example, titanium tetrachloride, titanium 
tetrabromide, dibutoxy titanium dichloride, monoe 
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thoxy titanium trichloride, isopropoxytitanium trichlo 
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ride, tetraisopropoxytitanium, chromyl chloride, vana 
dium oxytrichloride, zirconium tetrachloride, tet 
rabutoxyzirconium, vanadium tetrachloride, mixtures 
thereof and the like. - . . . 

Suitable organic inert diluents in which the catalyst 
support and catalyst can be prepared and in which the 
a-olefin polymerization can be conducted include, for 
example, liquefied ethane, propane, isobutane, n-butane, 
isopentane, in-pentane, n-hexane, the various isomeric 
hexanes, isooctane, paraffinic mixtures of alkanes hav 
ing from 8 to 12 carbon atoms, cyclohexane, methylcy 
clopentane dimethylcyclohexane, dodecane, eicosane 
industrial solvents composed of saturated or aromatic 
hydrocarbons such as kerosene, naphthas, etc., espe 
cially when freed of any olefin compounds and other 
impurities, and especially those having boiling points in 
the range from about -50 to about 200 C. Also in 
cluded as suitable inert diluents are benzene, toluene, 
ethylbenzene, cumene, decalin and the like. 
The catalyst and catalyst supports of the present 

invention are advantageously prepared under an inert 
atmosphere such as nitrogen, argon or otherinert gas at 
temperatures in the range of from about -50 C. to 
about 200 C., preferably from about 0°C. to about 100 
C. The time of mixing the various components is not 
critical; however, times of from about one minute to 
about thirty-six hours are deemed to be most desirable. 
The time is ordinarily that which will permit comple 
tion of the reaction at the reaction temperature. Rapid 
mixing of the catalyst components or poor agitation 
produces a catalyst which is relatively non-uniform 
with respect to particle size distribution and produces 
polymers having an undesirably broad particle size 
distribution. . . 

The magnesium compound, the optional aluminum, 
zinc or boron compound, and the oxygen-containing 
and/or nitrogen-containing compound may be mixed in 
any order of addition. A precipitate sometimes forms, 
depending upon the oxygen- or nitrogen-containing 
compound employed, when the oxygen-containing and 
/or nitrogen-containing compound and magnesium 
compound are mixed and lumps will form if the reac 
tants are mixed with poor agitation, too rapidly or in too 
concentrated a mixture. These lumps result in a final 
catalyst which contains lumps which in turn produces a 
polymer under slurry polymerization conditions having 
an undesirably broad particle size distribution with a 
significant percentage of particles unable to pass 
through a 40 mesh screen. Addition of an aluminum, 
zinc or boron compound may result in a hydrocarbon 
solution of the magnesium compound and oxygen-con 
taining and/or nitrogen-containing compound mixture 
and eliminates those previously mentioned undesirable 
effects. It is preferable to add the oxygen-containing 
and/or nitrogen-containing compound to a solution of 
the magnesium compound and the aluminum, zinc or 
boron compound so as to obtain a desirably uniform 
polymer particle size distribution. 
When the catalyst of this invention is used in solution 

polymerization conditions the above mentioned catalyst 
particle size distribution is not as important. However, if 
an aluminum compound is added as a solubilizing agent 
the catalyst preparation is simplified when using closed 
metal vessels for the catalyst preparation, such as would 
be used in the commercial production of polymers and 
copolymers of ethylene. 

O 
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Suitable cocatalysts or activators with which the 

catalysts of the present invention can be reacted, con 
tacted or employed in the polymerization of a-olefins 
includes those aluminum, boron, zinc or magnesium 
compounds represented by the formulas Al(R)3-Xa, 
B(R3)3-Xa, MgR32, MgRX, ZnR32 or mixtures 
thereof wherein X and Rare as previously defined and 
a has a value of from zero to 2, preferably zero to 1 and 
most preferably zero. 

Particularly suitable cocatalysts or activators include, 
for example, diethylaluminum chloride, ethylaluminum 
dichloride, diethylaluminum bromide, triethylalumi 
num, triisobutylaluminum, diethylzinc, dibutylmag 
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nesium, butylethylmagnesium, butylmagnesium chlo 
ride, diisobutylaluminum hydride, isoprenylaluminum, 
triethylboron, trimethylaluminum, mixtures thereof and 
the like, 
The cocatalysts or activators are employed in quanti 

ties such that the Al, B, Mg, Zn:Ti or mixtures thereof 
atomic ratio is from about 0.1:1 to about 1000:1, prefera 
bly from about 5:1 to about 500:1 and most preferably 
from about 10:1 to about 200:1. 
The catalyst and cocatalyst or activator may be 

added separately to the polymerization reactor or they 
may be mixed together prior to addition to the polymer 
ization reactor. 

Olefins which are suitably homopolymerized or co 
polymerized in the practice of this invention are gener 
ally any one or more of the aliphatic a-olefins such as, 
for example, ethylene, propylene, butene-1, pentene-1, 
3-methylbutene-1, 4-methylpentene-1, hexene-1, oc 
tene-1, dodecene-1, octadecene-1, 1,7-octadiene and the 
like. It is understood that a-olefins may be copolymer 
ized with one or more other a-olefins and/or with small 
amounts i.e., up to about 25 weight percent based on the 
polymer of other ethylenically unsaturated monomers 
such as styrene, a-methylstyrene and similar ethyleni 
cally unsaturated monomers which do not destroy con 
ventional Ziegler catalysts. Most benefits are realized in 
the polymerization of aliphatic a-monoolefins, particu 
larly ethylene and mixtures of ethylene and up to 50 
weight percent, especially from about 0.1 to about 40 
weight percent of propylene, butene-1, hexene-1, oc 
tene-1, 4-methylpentene-1, 1,7-octadiene or similar a 
olefin or a-diolefin based on total monomer. 

In the polymerization process employing the afore 
mentioned catalytic reaction product, polymerization is 
effected by adding a catalytic amount of the above 
catalyst composition to a polymerization Zone contain 
ing a-olefin monomer, or vice versa. The polymeriza 
tion zone is maintained at temperatures in the range 
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from about 0 to about 300° C., preferably at slurry 
polymerization temperatures, e.g., from about 0 to 
about 95 C., more preferably from about 50 to 90° C., 
for a residence time of about 15 minutes to 24 hours, 
preferably 30 minutes to 8 hours. It is generally desir 
able to carry out the polymerization in the absence of 
moisture and oxygen and a catalytic amount of the 
catalytic reaction product is generally within the range 
from about 0.0001 to about 0.1 milligram-atoms titanium 
per liter of diluent. It is understood, however, that the 
most advantageous catalyst concentration will depend 
upon polymerization conditions such as temperature, 
pressure, diluent and presence of catalyst poisons and 
that the foregoing range is given to obtain maximum 
catalyst yields. Generally in the polymerization process, 
a carrier which may be an inert organic diluent or ex 
cess monomer is generally employed. In order to realize 
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the full benefit of the high efficiency catalyst of the 
present invention care must be taken to avoid oversatu 
ration of the diluent with polymer. If such saturation 
occurs before the catalyst becomes depleted, the full 
efficiency of the catalyst is not realized. For best results, 
it is preferred that the amount of polymer in the carrier 
not exceed about 50 weight percent based on the total 
weight of the reaction mixture. 

It is understood that inert diluents employed in the 
polymerization recipe are suitable as defined as herein 
before. 
The polymerization pressures preferably employed 

are relatively low, e.g., from about 10 to about 500 psig. 
However, polymerization within the scope of the pres 
ent invention can occur at pressures from atmospheric 
up to pressures determined by the capabilities of the 
polymerization equipment. During polymerization it is 
desirable to agitate the polymerization recipe to obtain 
better temperature control and to maintain uniform 
polymerization mixtures throughout the polymerization 
ZOC. 

Hydrogen is often employed in the practice of this 
invention to control the molecular weight of the resul 
tant polymer. For the purpose of this invention, it is 
beneficial to employ hydrogen in concentrations rang 
ing from about 0 to about 80 volume percent in the gas 
or liquid phase in the polymerization vessel. The larger 
amounts of hydrogen within this range are found to 
produce generally lower molecular weight polymers. It 
is understood that hydrogen can be added with a mono 
mer stream to the polymerization vessel or separately 
added to the vessel before, during or after addition of 
the monomer to the polymerization vessel, but during 
or before the addition of the catalyst. Using the general 
method described, the polymerization reactor may be 
operated liquid full or with a gas phase and at solution 
or slurry polymerization conditions. 
The monomer or mixture of monomers is contacted 

with the catalytic reaction product in any conventional 
manner, preferably by bringing the catalyst composi 
tion and monomer together with intimate agitation pro 
vided by suitable stirring or other means. Agitation can 
be continued during polymerization. In the case of more 
rapid reactions with more active catalysts, means can be 
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provided for refluxing monomer and solvent, if any of 45 
the latter is present and thus remove the heat of reac 
tion. In any event, adequate means should be provided 
for dissipating the exothermic heat of polymerization, 
e.g., by cooling reactor walls, etc. If desired, the mono 
mer can be brought in the vapor phase into contact with 
the catalytic reaction product, in the presence or ab 
sence of liquid material. The polymerization can be 
effected in a batch manner, or in a continuous manner, 
such as, for example, by passing the reaction mixture 
through an elongated reaction tube which is contacted 
externally with suitable cooling medium to maintain the 
desired reaction temperature, or by passing the reaction 
mixture through an equilibrium overflow reactor or a 
series of the same. 
The polymer is readily recovered from the polymeri 

zation mixture by driving off unreacted monomer and 
solvent if any is employed. No further removal of impu 
rities is required. Thus, a significant advantage of the 
present invention is the elimination of the catalyst resi 
due removal steps. In some instances, however, it may 
be desirable to add a small amount of a catalyst deacti 
vating reagent. The resultant polymer is found to con 
tain insignificant amounts of catalyst residue. 

50 

55 

60 

65 

16 
The following examples are given to illustrate the 

invention, and should not be construed as limiting its 
Scope. All parts and percentages are by weight unless 
otherwise indicated. 

In the following examples, the melt index values I2 
and I10 were determined by ASTM D 1238 conditions E 
and N respectively. The apparent bulk density was 
determined as an unsettled bulk density according to the 
procedure of ASTM 1895 employing a paint volumeter 
from the Sargent-Welch Scientific Company (catalog 
no. S-64985) as the cylinder instead of the one specified 
by the ASTM procedure. 

GENERAL PROCEDURE 
In each of the following examples, unless otherwise 

stated, the catalyst components were blended while in a 
gloved box filled with dry oxygen-free nitrogen. 

In the examples, the dibutylmagnesium was a com 
mercial material obtained as a solution in a heptane-hex 
ane mixture from the Lithium Corporation of America, 
the dihexylmagnesium was a commercial material ob 
tained as a hexane solution from the Ethyl Corporation, 
and the butylethylmagnesium was a commercial mate 
rial obtained as a heptane solution from Texas Alkyls, 
Inc. All ratios are molar ratios unless otherwise indi 
cated. The 1.46 molar diethylaluminum chloride, 0.616 
molar triisobutylaluminum and 0.921 molar triethylalu 
minum were obtained as solutions in hexane from Ethyl 
Corporation or Texas Alkyls, Inc. Isopar (RE was ob 
tained from Exxon Company USA and is a mixture of 
Saturated paraffins having primarily 8 to 9 carbon 
atOnS. 

EXAMPLE 1. 

A. Catalyst Preparation 
532 milliliters of a 0.470 molar dibutylmagnesium 

solution (250 millimoles) was added dropwise to a 
stirred solution of n-propylalcohol (38 ml, 505 milli 
moles) in hexane (400 ml). A solution of titanium tetra 
chloride (55 ml, 500 millimoles) in hexane (200 ml) was 
added dropwise to the resultant slurry with continuous 
stirring. 342 milliliters of 1.46 molar diethylaluminum 
chloride (500 millimoles) was added dropwise over a 
period of two hours with continuous stirring. The hy 
drocarbon insoluble products were allowed to settle 
and the supernatant solution was removed by decanta 
tion. The solids were reslurried with fresh hexane. The 
decantion procedure was repeated four more times to 
remove the hexane soluble reaction products. 

B. Polymerization of Ethylene 
An aliquot of catalyst slurry, prepared in (A) above, 

containing 0.025 millimole of titantium was added to a 
1.8 liter stirred stainless steel reactor containing 1.0 liter 
of dry, oxygen-free hexane and 2.0 ml of 0.616 molar 
triisobutylaluminum. The molar ratio of Al:Ti was 49:1. 
The reactor nitrogen atmosphere was replaced with 
hydrogen by purging, the reactor contents were heated 
to 85 C., and the reactor pressure was adjusted to 70 
psig (5 kg/cm2) with hydrogen. Ethylene was then 
added to maintain a reactor pressure of 170 psig (12 
kg/cm2). After two hours at 85°C., the reactor contents 
were filtered and the polyethylene dried in a vacuum 
overnight at about 60°C. to yield 283 grams of polyeth 
ylene with a melt index of 0.7 and a bulk density of 19.3 
lbs/ft3 (0.31 g/cc). The catalyst efficiency was 236,000 
grams of polyethylene per gram of titanium. 
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EXAMPLE 2 

A. Catalyst Preparation 
A solution of n-propylalcohol (37.6 ml, 500 milli 

moles) in hexane (100 ml) was added dropwise in hour 
to a stirred solution of 532 ml of 0.470 molar dibutyl 
magnesium (250 millimoles). Hexane was added to the 
resultant slurry to give a total volume of 800 ml. A 
solution of TiCl4 (55.0 ml, 500 millimoles) in hexane 
(200 ml) was added dropwise over a period of one hour. 
The slurry was diluted with hexane to 1200 ml and the 
hydrocarbon insoluble products allowed to settle. A 
portion of the supernatant liquid (600 ml) was removed 
by decantation. The solids were reslurried with fresh 
hexane (600 ml). The decantation was repeated two 
more times to remove hexane soluble reaction products. 
The hydrocarbon insoluble products were allowed to 
settle and the supernatant liquid was removed by decan 
tation to obtain a slurry having a volume of 450. A 
portion (45ml) of this slurry was removed and found by 
analysis to have a Mg:Timolar ratio of 3.2:1. The re 
maining slurry (405 ml) was mixed with 49 ml TiCl4 
(446 millimoles). A diethylaluminum chloride solution 
(370 ml of 1.46 molar, 540 millimoles) was added drop 
wise to the stirred slurry. The hydrocarbon insoluble 
products were allowed to settle for about hour and the 
supernatant liquid was removed by decantation. The 
solids were reslurried with fresh hexane. The decanta 
tion was repeated five more times to remove hexane 
soluble reaction products. 

B. Polymerization of Ethylene 
An aliquot of catalyst slurry, prepared in (A) above, 

containing 0.027 millimole of titanium was added to a 
1.8 liter stirred stainless steel reactor containing 1.0 liter 
of dry, oxygen-free hexane and 0.88 ml of 0.616 mole 
triisobutylaluminum in hexane. The atomic ratio of 
Al:Ti was 20:1. The reactor nitrogen atmosphere was 
replaced with hydrogen by purging, the reactor con 
tents were heated to 85 C., and the reactor pressure 
was adjusted to 90 psig (6 kg/cm2) with hydrogen. 
Ethylene was then added to maintain a reactor pressure 
of 170 psig (12 kg/cm2). After two hours at 85 C., the 
reactor contents were filtered and the polyethylene 
dried in a vacuum overnight at about 60° C. to yield 383 
grams of polyethylene having a melt index of 2.7 and a 
bulk density of 15.4 lbs/ft3 (0.25 g/cc). The catalyst 
efficiency was 295,000 grams of polyethylene per gram 
of titanium. 

EXAMPLE 3 

A. Catalyst Preparation 
A 100 ml hexane solution containing 32.9 ml (438 

millimoles) of n-propylalcohol was added dropwise to a 
stirred 350 ml hexane solution containing 210.8 ml (125 
millimoles) of 0.593 molar dibutylmagnesium and 101.5 
ml (62.5 millimoles) of 0.616 molar triisobutylaluminum. 
Successively, a 100 ml hexane solution containing 54.9 
ml (500 millimoles) of TiCl4 was added dropwise to the 
stirred magnesium alkyl-aluminum alkyl-alcohol mix 
ture. The resulting solid was allowed to settle for 20 
minutes and the supernatant was decanted. The solid 
was again slurried in fresh hexane, and the supernatant 
again decanted. Six additional decantations were made 
with fresh hexane. To the final stirred slurry was added 
27.5 mi (250 millimoles) of TiCl4, followed by the drop 
wise addition of a 250 ml hexane solution containing 
171.2 ml (250 millimoles) of 1.46 molar diethylalu 
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minum chloride. The resultant solid was allowed to 
settle for 20 minutes, and the supernatant was decanted. 
Seven additional decantations were made with fresh 
hexane. Analysis of the catalyst gave a MgTi atomic 
ratio of 0.5:1. 

B. Polymerization of Ethylene 
Polymerization of ethylene was done in a stirred 1.0 

liter stainless steel reactor containing 0.5 liter of dry, 
oxygen-free hexane. Triisobutylaluminum (0.81 ml of 
0.616 molar; 0.50 millinoles) and then an aliquot of 
catalyst containing 0.01 millimoles of Ti, prepared in 
(A) above, were added to the reactor. The Al:Tiatomic 
ratio was 50:1. The reactor was pressured to about 50 
psig (4 kg/cm2) with hydrogen at room temperature 
and then vented to 5 psig (0.4 kg/cm2). The pressure 
venting with hydrogen was repeated 9 times. Then the 
reactor was heated to 85 C., and the reactor pressure 
adjusted to 60 psig (4 kg/cm2) with hydrogen. Ethylene 
was introduced and the reactor pressure maintained at 
170 psig (12 kg/cm2) with ethylene. Polymerization was 
allowed to continue for two hours at 85 C., after which 
the reactor was cooled to room temperature. The reac 
tor contents were filtered and the polyethylene dried in 
a vacuum overnight at about 60° C. The polyethylene 
obtained weighed 117 grams. The melt index of the 
polyethylene was 0.64 and the polymer had a bulk den 
sity of 18.0 lbs/ft3 (0.29 g/cc). The catalyst efficiency 
was 244,000 grams of polyethylene per gram of titanium 
and 58,000 grams of polyethylene per gram of total 
catalyst calculated as indicated in footnote 8 of Table I. 

EXAMPLE 4 

A. Catalyst Preparation 
A 100 ml hexane solution containing 37.6 ml of n 

propylalcohol (500 millimoles) was added dropwise to a 
stirred 375 ml hexane solution containing 168.6 ml of 
0.593 molar dibutylmagnesium (100 millimoles) and 
162.3 ml of 0.616 molar trisobutylaluminum (100 milli 
moles). Successively, a 100 ml hexane solution contain 
ing 44.0 ml of TiCl4 (400 millimoles) was added drop 
wise to the stirred magnesium alkyl-aluminum alkyl 
alcohol mixture. The resulting solid was allowed to 
settle for 15 minutes and the supernatant was decanted. 
The solid was re-slurried in fresh hexane, and the super 
natant again decanted. Six additional decantations were 
made with fresh hexane. To the final stirred slurry was 
added 11.0 ml of TiCl4 (100 millimoles) diluted to 25 ml 
with hexane, followed by dropwise addition of a 100 ml 
hexane solution containing 68.5 ml of 1.46 molar dieth 
ylaluminum chloride (100 millimoles). The resultant 
solid was allowed to settle for 20 minutes, and the super 
natant was decanted. Seven additional decantations 
were made with fresh hexane. Analysis of the final 
catalyst gave a Mg:Ti atomic ratio of 1.0:1. 

B. Polymerization of Ethylene 
Following the procedure of Example 3(B), polymeri 

zation of ethylene was done using 1.60 ml of 0.616 
molar triisobutylaluminum (0.986 millimoles) and an 
aliquot of catalyst, prepared in (A) above, containing 
0.004.8 millimoles of titanium. The reactor pressure was 
adjusted to 50 psig (4 kg/cm2) with hydrogen instead of 
60 psig (4 kg/cm2). The polyethylene obtained weighed 
134 grams, had a melt index of 0.36 and had a bulk 
density of 19.8 lbs/ft3 (0.32 g/cc). The catalyst effi 
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ciency was 582,000gm PE/gm Ti and 112,000 grams of 
polyethylene per gram of total catalyst calculated as 
described in footnote 8 of Table I. 

EXAMPLE 5 
A. Catalyst Preparation 

A 100 ml hexane solution containing 39.0 ml of n 
propylalcohol (519 millimoles) was added dropwise to a 
stirred 425 ml hexane solution containing 316.2 ml of 
0.593 molar dibutylmagnesium (187.5 millimoles) and 10 
75.0 ml of 0.616 molar triisobutylaluminum (46.2 milli 
moles). Successively, a 250 ml hexane solution contain 
ing 82.4 ml of TiCl4 (750 millimoles) was added drop 
wise to the stirred magnesium alkyl-aluminum alkyl 
alcohol mixture. The resulting hydrocarbon insoluble 
solid was allowed to settle for 20 minutes, followed by 
decantation of the supernatant. Seven additional decan 
tations were made with fresh hexane. Then 81.4 ml 
TiCl4 (750 millimoles) was added to the stirred slurry, 
followed by dropwise addition of a 600 ml hexane solu 
tion containing 513.7 ml of 1.46 molar diethylaluminum 
chloride (750 millimoles). The solid was allowed to 
settle for 30 minutes, followed by decantation of the 
supernatant. Seven additional decantations were made 
with fresh hexane. Analysis of the final catalyst gave a 
Mg:Ti atomic ratio of 0.25:1.0. 
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B. Polymerization of Ethylene 
Following the procedure of example 3(B), ethylene 

polymerization was done using 3.20 ml of 0.616 molar 30 
triisobutylaluminum (1.97 millimoles) and an aliquot of 
catalyst, prepared in (A) above, containing 0.018 milli 
moles of titanium. The polyethylene collected weighed 
104 grams, had a melt index of 0.10 and had a bulk 
density of 18.1 lbs/ft3 (0.29 g/cc). The catalyst effi-35 
ciency was 121,000 grams of polyethylene per gram of 
titanium and 32,000 grams of polyethylene per gram of 
total catalyst calculated as described in footnote 8 of 
Table I. 

EXAMPLE 6 40 

A. Catalyst Preparation 
A 60 ml hexane solution containing 21.3 ml of n 

propylalcohol (283 millimoles) was added dropwise to a 
stirred 200 ml hexane solution containing 126.5 ml of 45 
0.593 molar dibutylmagnesium (75.0 millimoles) and 
34.7 ml of 1.08 molar diethyl zinc (37.5 millimoles) 
solution in hexane. Successively, a 60 ml hexane solu 
tion containing 16.5 ml of TiCl4 (150 millimoles) was 
added dropwise to the stirred magnesium alkyl-zinc 
alkyl-alcohol mixture. The resulting slurry was allowed 
to settle for 15 minutes, and the supernatant then de 
canted. Six additional decantations were made with 
fresh hexane. The solid was again slurried in hexane and 
8.25 ml of TiCl4 (75 millimoles) was added, followed by 
dropwise addition of a 150 ml hexane solution contain 
ing 51.4 ml of 1.46 molar diethylaluminum chloride 
(75.0 millimoles). The solid was allowed to settle for 15 
mintutes and the supernatant was decanted. Seven addi 
tional decantations were made with fresh hexane. Anal 
ysis of the catalyst slurry gave a Mg:Ti atomic ratio of 
1.0:1.0. 
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B. Polymerization of Ethylene 
The procedure of example 3(B) was followed except 65 

the hydrogen pressure was adjusted to 40 psig and 0.80 
ml of 0.616 molar triisobutylaluminum (0.493 milli 
moles), 0.93 ml of 1.08 molar diethyl zinc (1.00 milli 

mole) in hexane, and an aliquot of catalyst prepared in 
(A) above containing 0.015 millimoles of titanium was 
added to the reactor to catalyze the polymerization 
reaction. The polyethylene obtained weighed 228 
grams, had a melt index of 0.99 and had a bulk density 
of 18.1 lbs/ft3 (0.29 g/cc). The catalyst efficiency was 
317,000 grams of polyethylene per gram of titanium and 
61,000 grams of polyethylene per gram of total catalyst 
calculated as described in footnote 8 of Table I. 

EXAMPLE 7 

A. Catalyst Preparation 
A solution of n-propyl alcohol and water (35.0 ml; 

375 millimoles water and 375 millimoles of n-propylal 
cohol) was added dropwise to a stirred solution of 406 
ml of 0.616 molar triisobutylaluminum (250 millimoles) 
and 210 ml of 0.595 molar dihexylmagnesium (125 milli 
moles). To the resultant stirred solution was added 
dropwise a solution of 13.7 ml titanium tetrachloride 
(125 millinoles) dissolved in 200 ml hexane. The resul 
tant slurry was diluted to 800 ml with hexane. A portion 
of the slurry (400 ml) was stirred while 64.2 ml of 1.46 
molar diethylaluminum chloride (94 millimoles) was 
added dropwise over a period of about 1 hour. The 
hydrocarbon insoluble solids were allowed to settle for 
20 minutes, and the supernatant liquid decanted. Fresh 
hexane was added to a volume of 400 ml and the decan 
tation procedure repeated 4 more times to remove the 
hydrocarbon soluble products. 

B. Polymerization of Ethylene 
The procedure of example 1(B) was used with 2.4 ml 

of 0.616 molar triisobutylaluminum and an aliquot of 
catalyst prepared in (A) above containing 0.030 milli 
moles of titanium. The Al:Tiatomic ratio was 50:1. The 
reactor pressure was adjusted to 60 psig (4 kg/cm) 
with hydrogen before adding ethylene. The polyethyl 
ene obtained weighed 183 grams, had a melt index of 
0.15, and had a bulk density of 15.5 lbs/ft3 (0.25 g/cc). 
The catalyst efficiency was 127,000 grams of polyethyl 
ene per gram of titanium. 

EXAMPLES 8-14 

A. Catalyst Preparation 
Using the quantities given in Table I, a mixture of an 

oxygen- or nitrogen-containing compound and hexane 
was added dropwise to a stirred dialkylmagnesium solu 
tion. A solution of titanium tetrachloride in hexane was 
then added dropwise to the resultant slurry. An alumi 
num alkyl reducing agent was then added dropwise to 
the stirred slurry. The hydrocarbon insoluble products 
were allowed to settle and the supernatant solution was 
removed by decantation. The solids were reslurried 
with fresh hexane. The decantation procedure was re 
peated five more times to remove the hydrocarbon 
soluble reaction products. 

B. Polymerization of Ethylene 
Using the amounts given in Table I, an aliquot of the 

catalyst prepared in (A) above was added to a 1.8 liter 
stirred, stainless steel reactor containing 1.0 liter of dry, 
oxygen-free hexane and the amount of triisobutylalumi 
num given in Table I. The reactor nitrogen was re 
placed with hydrogen by purging, the reactor contents 
were heated to 85 C., and the reactor pressure was 
adjusted to 70 psig (5 kg/cm2) with hydrogen. Ethylene 
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was then added to maintain a reactor pressure of 170 
psig (12 kg/cm). After two hours at 85°C., the reactor 
contents were filtered and the polyethylene dried in a 
vacuum overnight at about 60° C. The results are listed 
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of polyethylene per gram of total catalyst calculated as 
described in footnote 8 of Table I. 

EXAMPLE 16 
in Table I. 5 A. Catalyst Preparation 

TABLE I 
CATALYST PREPARATION 

MAGNESUM 
COMPOUND OXYGEN OR NITROGEN ONE MILL- REOUCING 
M. of Mili- CONTAINING COMPOUND MOLAR MOLES AGENT 

EXAMPLE Mg moles Mili- TiCl4 OF milli 
NUMBER Cmpd. Mg Compound ml. moles ml. TiCl4 ml. moles 

8 84.32 50 Isopropanol 7.7 00 25 25 34.23 50 
9 84.32 50 Acetyl Chloride 7.1 OO 25 25 17.13 25 
10 84.32 50 Acetic Anhydride 7.4 iOO 100 100 68.53 100 
11 84.32 50 2,2-dimethoxypropane 12.3 100 100 100 68.53 OO 
2 84.04 50 Acetone 7.4 100 33,3 33.3 22.83 33.3 
3 33.6 20 Propionaldehyde 2.9 40 200 200 3255 200 
4. 78.56 50 Isopropylamine 8.6 100 00 100 68.53 100 

(POLYMERIZATION) 
MILL- ATOMEC POLY- EFFICIENCY MELT BULK 

EXAMPLE MOLES TIBA RATIO ETHYLENE kPE7 kPE INDEX DENSITY 
NUMBER T ml. AT RECOVERED g Ti g TC 2 lbs/ft g/cc 

8 0.02 1.6 50:1 320 334 46 1.6 22.3 0.36 
9 0.015 2.4 100: 326 4S4 63 1.8 18.2 0.29 
O 0.03 4.9 00:1 177 123 29 0.57 20,4 0.33 
1 0.05 8.1 100:1 154 64 15 0.54 13.6 0.22 
2 0.02 3.2 100:1 105 09 18 1.6 4.0 0.22 
13 0.017 2.8 100:1 47 56 17 0.05 10.9 0.17 
14 0.02 3.2 100:1 143 149 35 0.20 5.3 0.25 

FOOTNOTESTO TABLE 
Added as mixture with 100 ml of hexane. 
20.593 molar dibutyl magnesium in a hexane-heptane mixture. 
1.46 molar diethylaluminum chloride in hexane. 
0.595 molar dihexylmagnesium in heptane. 
0.616 molar triisobutylaluminum in hexane. 
0.637 molar butylethylmagnesium in heptane. 
1000 grams of polyethylene per gram of titanium. 
$1000 grams of polyethylene per gram of total catalyst calculated from MgTiratio assuming a mixture of MgCl2 and TiCl3 

EXAMPLE 15 

A. Catalyst Preparation 
In an inert atmosphere at room temperature, a 100 ml 

hexane solution containing 3.55gm (50 millimoles) of 
ethyl isocyanate was added dropwise to a stirred 200 ml 
hexane solution of 42.2 ml of 0.593 molar dibutylmag 
nesium (25 millimoles). Successively, a 200 ml hexane 
solution containing 32.7 ml (50 millimoles) of 1.53 molar 
diethylaluminum chloride in hexane was added drop 
wise to the stirring magnesium alkyl-ethyl isocyanate 
reaction mixture. The resultant slurry was allowed to 
settle, the supernatant decanted, and the remaining solid 
was slurried in fresh hexane. One additional decantation 
was made with fresh hexane. A 50 ml hexane solution of 
5.50 ml (50 millimoles) of TiCl4 was added dropwise to 
the stirring hexane slurry of the solid made above. The 
resultant solid was allowed to settle, the supernatant 
was decanted, and the solid re-slurried in fresh hexane. 
Seven additional decantations were made with fresh 
hexane. Analysis of the final catalyst gave a MgTi 
atomic ratio of 4.3:1. 

B. Polymerization of Ethylene 
The polymerization procedure of example 3(B) was 

repeated using 1.6 ml of 0.616 molar triisobutylalumi 
num (1.0 millimoles) and an aliquot of catalyst prepared 
in (A) above containing 0.010 millimoles of titanium. 
The polyethylene obtained weighed 232 grams, had a 
melt index of 2.57 and had a bulk density of 16.1 lbs/ft3 
(0.26 g/cc). The catalyst efficiency was 480,000 grams 
of polyethylene per gram of titanium and 41,000 grams 
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In an inert atmosphere at room temperature, a 100 ml 
hexane solution containing 15.0 (200 millimoles) of n 
propylalcohol was added dropwise to a stirred 200 ml 
hexane solution of 169 ml of 0.593 molar dibutylmag 
nesium (100 millimoles). Successively, a 125 ml solution 
containing 23.3 ml (261 millimoles) of phosphorus tri 
chloride was added dropwise, and the reaction mixture 
stirred for 30 minutes. The slurry was allowed to stir for 
15 minutes, the supernatant decanted, and the solid was 
slurried in fresh hexane. Five additional decantations 
were made with fresh hexane. A 200 ml hexane solution 
containing 22.0 cc (200 millinoles) of TiCl4 was added 
dropwise to the stirring hexane slurry of the solid made 
above. Successively, a 200 ml hexane solution contain 
ing 137.0 ml (200 millimoles) of 1.46 molar diethylalu 
minum chloride was added dropwise. The resultant 
slurry was allowed to stir for 20 minutes, the superna 
tant was decanted, and the remaining solid was slurried 
in fresh hexane. Seven additional decantations were 
made with fresh hexane. The final solid was slurried in 
fresh hexane and stored in a capped bottle. Analysis of 
the catalyst gave a MgTi atomic ratio of 0.21:1. 

B. Polymerization of Ethylene 
The polymerization procedure of example 3(B) was 

repeated using 2.8 ml of 0.616 molar triisobutylalumi 
num (1.75 millinoles) and an aliquot of catalyst pre 
pared in (A) above containing 0.0175 millimoles of tita 
nium. The polyethylene obtained weighed 131 grams, 
had a melt index of 2.61 and had a bulk density of 15.4 
lbs/ft3 (0.25 g/cc). The catalyst efficiency was 156,000 
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grams of polyethylene per gram of titanium and 43,000 
grams of polyethylene per gram of total catalyst calcu 
lated as described in footnote 8 in Table I. 

EXAMPLE 17 

A. Catalyst Preparation 
In an inert atmosphere at room temperature, 23.20 gm 

(200 millimoles) of dimethylglyoxime were slurried in 
300 ml hexane. A hexane solution of 100 millimoles 
dibutylmagnesium was added dropwise to the stirred 
dimethylglyoxime-hexane slurry. A 200 ml hexane solu 
tion containing 230.7 ml (200 millimoles) of 1.53 molar 
ethylaluminum dichloride was then added dropwise to 
the magnesium alkyl-dimethylglyoxime mixture. The 
resultant slurry was allowed to sit for 30 minutes, the 
supernatant decanted, and the remaining solid was slur 
ried in fresh hexane. Five additional decantations were 
made with fresh hexane. A 100 ml hexane solution of 
22.0 cc (200 millimoles) of TiCl4 was added dropwise to 
the solid previously made above, and that was followed 
by the dropwise addition of a 100 ml hexane solution 
containing 137.0 ml (200 millimoles) of 1.46 molar dieth 
ylaluminum chloride. Successively, the resultant solid 
was allowed to settle, the supernatant was decanted, 
and the solid re-slurried in fresh hexane. Seven addi 
tional decantations were made with fresh hexane. 

B. Polymerization of Ethylene 
The polymerization procedure of example 3(B) was 

repeated using 2.4 ml of 0.616 molar triisobutylalumi 
num (1.50 millimoles) and an aliquot of catalyst pre 
pared in (A) above containing 0.030 millimoles of tita 
nium. The polyethylene obtained weighed 115 grams, 
had a melt index of 0.19 and had a bulk density of 12.8 
lbs/ft3 (0.21 g/cc). The catalyst efficiency was 80,000 
grams of polyethylene per gram of titanium. 

EXAMPLE 18 

A. Catalyst Preparation 
To a stirring solution of 101 ml of 0.593 molar dibu 

tylmagnesium (60 millimoles) and 200 ml hexane was 
added isobutyronitrile (120 millimoles) in hexane solu 
tion (50 ml hexane). The addition was made dropwise 
over 30 minutes and yielded a cream-colored solid. The 
solid was slurried in the hexane and TiCl4 (120 milli 
moles) in 70 ml. of hexane was added dropwise over 20 
minutes. The resultant solid was washed and decanted 
several times and then re-slurried in 300 ml of hexane. 
To this mixture was added diethylaluminum chloride 
(130 millimoles) in hexane solution. This addition was 
controlled to maintain a temperature below 40° C. The 
resultant brown solid was decanted as in example 1(A) 
to remove the hexane soluble materials. 

B. Polymerization of Ethylene 
An aliquot of catalyst slurry prepared in (A) above 

containing 0.050 millimole of titanium was added to a 
1.8 liter stirred stainless steel reactor containing 1.0 liter 
of dry, oxygen-free hexane and 3.9 milliliters of 0.616 
molar triisobutylaluminum (2.40 millimoles). The reac 
tor nitrogen atmosphere was replaced with hydrogen 
by purging, the reactor contents were heated to 85 C., 
and the reactor pressure was adjusted to 50 psig (3.52 
kg/cm2) with hydrogen. Ethylene was then added to 
maintain a reactor pressure of 170 psig. After two hours 
at 85 C., the reactor contents were filtered and the 
polyethylene dried in a vacuum overnight at about 60 
C. to yield 74 grams of polyethylene with a melt index 
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24 
of 0.01. The catalyst efficiency was 31,000 grams of 
polyethylene per gram of titanium. 

EXAMPLE 19 

A. Catalyst Preparation 
To a 1-liter round bottom flask fitted with a nitrogen 

inlet, magnetic stirring bar and a fritted glass dip tube 
was added 143 ml of 0.593 molar dibutylmagnesium (85 
millimoles) and 500 ml hexane. As the solution was 
stirred ammonia gas was bubbled through the liquid and 
an exothermic reaction began which caused the forma 
tion of a white precipitate. When no further exotherm 
could be detected the mixture was stirred an additional 
30 minutes allowing the contents to cool to ambient 
temperature. The white solid was suspended with stir 
ring and TiCl4 (290 millimoles) dissolved in 50 cc of 
hexane was added dropwise over 20 minutes. An imme 
diate reaction took place wherein the white solid was 
converted to a yellow solid. This material was washed 
and decanted several times to remove all hexane soluble 
compounds. The solid was slurried in 300 ml of hexane 
and TiCl4 (60 millimoles) was added in a single portion. 
To this mixture was added, over a 30-minute period, 
diethylaluminum chloride (120 millimoles) dissolved in 
100 cc of hexane. The resultant brown solid was washed 
and decanted several times to remove the hydrocarbon 
soluble products. 

B. Polymerization of Ethylene 
The polymerization procedure of example 18(B) was 

repeated using 1.46 ml of 0.616 molar triisobutylalumi 
num (0.90 millimole) and an aliquot of catalyst prepared 
in (A) above containing 0.030 millimole of titanium. 
The polyethylene obtained weighed 150 grams and had 
a melt index of 0.4. The catalyst efficiency was 104,000 
grams of polyethylene per gram of titanium. 

EXAMPLE 20 

A. Catalyst Preparation 
To a 1-liter round bottom flask fitted with a nitrogen 

inlet, magnetic stirring bar and a fritted glass dip tube 
was added 50.6 ml of 0.593 molar dibutylmagnesium (30 
millimoles) and 350 ml of dry hexane. The flask was 
equipped to maintain a nitrogen atmosphere over the 
liquid. As the solution was stirred ammonia gas was 
bubbled through the liquid and an exothermic reaction 
began which caused the formation of a white precipi 
tate. When no further exotherm was detected the mix 
ture was stirred an additional 30 minutes while purging 
with dry nitrogen through the dip tube. The resultant 
white solid was suspended with stirring while SiCl4 (30 
millimoles) dissolved in 50 cc of hexane was added 
dropwise. After the addition was complete, the solution 
was stirred for an additional 15 minutes. The white solid 
was washed and decanted several times to remove all 
hexane soluble material. The solid was slurried in in 300 
cc of dry hexane and a single portion of TiCl4 (30 milli 
moles) was added. To this stirring mixture was added 
diethylaluminum chloride (35 millimoles) in 100 cc of 
hexane, dropwise, over a 20-minute period while main 
taining a temperature, below 40 C. The resultant solid 
was washed and decanted several times to remove the 
hexane soluble products. 
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B. Polymerization of Ethylene 
The polymerization procedure of example 18(B) was 

repeated using 1.22 ml of 0.616 molar triisobutylalumi 
num (0.75 millimole) and an aliquot of catalyst prepared 
in (A) above containing 0.015 millimole of titanium. 
The polyethylene obtained weighed 115 grams and had 
a melt index of 0.15. The catalyst efficiency was 160,000 
grams of polyethylene per gram of titanium. 

EXAMPLE 21 

A. Catalyst Preparation 
To a stirring solution of 191 ml of 0.593 molar dibu 

tylmagnesium (113 millimoles) and 500 ml of hexane 
was added acetic acid (226 millimoles) dissolved in 200 
ml of hexane. The addition was carried out dropwise 
over a 30-minute period with agitation. This yielded a 
white precipitate which was then treated with a TiCl4 
(113 millimoles) and hexane (100 ml) solution. This 
addition was again made dropwise over 30 minutes and 
gave a yellow colored solid product. It was washed and 
decanted several times to remove the hexane soluble 
products. The hydrogen insoluble product was slurried 
in 400 ml of hexane and TiCl4 (113 millimoles) added. 
To this stirred slurry was added dropwise over a 45 
minute period a solution of diethylaluminum chloride 
(250 millimoles) in 300 ml of hexane. The resultant solid 
was allowed to settle and the supernatant liquid re 
moved by decantation. Fresh hexane was added while 
stirring. The decantation procedure was then repeated 5 
more times to remove the hydrocarbon soluble prod 
ucts. 

B. Polymerization of Ethylene 
The polymerization procedure of example 18(B) was 

repeated using 0.97 ml of 0.616 molar triisobutylalumi 
num (0.60 millimole) and an aliquot of catalyst prepared 
in (A) above containing 0.020 millimoles of titanium. 
The polyethylene obtained weighed 203 grams. The 
catalyst efficiency was 212,000 grams of polyethylene 
per gram of titanium. 

EXAMPLE 22 

A. Catalyst Preparation 
A solution of 13.2 ml n-propylalcohol (275 milli 

moles) in 100 ml of hexane was added dropwise to a 
stirred solution of 84.3 ml of 0.593 molar dibutylmag 
nesium (50 millimoles) and 40.6 ml of 0.616 molar triso 
butylaluminum (25 millinoles). To the resultant stirred 
solution was added dropwise a solution of 5.8 ml silicon 
tetrachloride (50 millimoles) in 100 ml of hexane. The 
hydrocarbon insoluble products were allowed to settle 
and the supernatant solution was removed by decanta 
tion. The solids were re-slurried with fresh hexane. The 
decantation procedure was then repeated 2 more times 
to remove the hydrocarbon soluble reaction products. 
Hexane was added to a volume of about 300 ml and the 
slurry was mixed with 200 ml of 1.0 molar titanium 
tetrachloride (200 millimoles) in hexane. To the stirred 
mixture was added dropwise 137.0 ml of 1.47 molar 
diethylaluminum chloride (200 millimoles). The hydro 
carbon insoluble products were allowed to settle and 
the supernatant solution was removed by decantation. 
The solids were reslurried with fresh hexane. The de 
cantation procedure was repeated five more times to 
remove the hexane soluble reaction products. 
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26 
B. Polymerization of Ethylene 

The polymerization procedure of example 8(B) was 
repeated using 3.2 ml of 0.616 molar triisobutylalumi 
num (2.0 millimoles) and an aliquot of catalyst prepared 
in (A) above containing 0,020 millimoles of titanium. 
The polyethylene obtained weight 183 grams and had a 
melt index of 0.20. The catalyst efficiency was 191,000 
grams of polyethylene per gram of titanium. 

EXAMPLE 23 

A. Catalyst Preparation 
A solution of 7.9 ml methyl acetate (100 millimoles) 

in 100 ml of hexane was added dropwise to a stirred 
solution of 84.3 ml (50 millimoles) of 0.593 molar dibu 
tylmagnesium. Silicon tetrachloride (23.0 ml, 200 milli 
moles) in hexane (100 ml) was added dropwise and the 
hydrocarbon insoluble solids allowed to settle. The 
supernatant solution was removed by decantation and 
fresh hexane added. The decantation procedure was 
then repeated 3 more times to remove the hydrocarbon 
soluble reaction products. Titanium tetrachloride (100 
ml of 1.0 molar in hexane, 100 millimoles) was added. A 
1.46 molar diethylaluminum chloride solution (68 ml, 
100 millimoles) was added dropwise to the stirred 
slurry. The solids were allowed to settle and the super 
natant liquid removed by decantation. Fresh hexane 
was added and the decantation procedure was repeated 
five more times to remove the hexane soluble species. 

B. Polymerization of Ethylene 
The polymerization procedure of example 8(B) was 

repeated using 5.7 ml of 0.616 molar triisobutylalumi 
num (3.5 millimoles) and an aliquot of catalyst prepared 
in (A) above containing 0.035 millimoles of titanium. 
The polyethylene obtained weighed 219 grams, had a 
melt index of 1.37 and had a bulk density of 15.5 lbs./ft3 
(0.248 g/cc). The catalyst efficiency was 131,000 grams 
of polyethylene per gram of titanium. 

EXAMPLE 24 
A. Catalyst Preparation 

A solution of 12.0 ml diethylcarbonate (100 milli 
moles) in 100 ml of hexane was added dropwise to a 
stirred solution of 84.3 ml of 0.593 molar dibutylmag 
nesium (50 millimoles). A hexane solution of ethylalu 
minum dichloride (49.0 ml of 1.53 molar, 75 millimoles) 
was added dropwise to the stirred mixture of dibutyl 
magnesium and diethylcarbonate. The solids were al 
lowed to settle and the supernatant liquid was decanted. 
Fresh hexane was added and the decantation repeated 
until a total of 3 decants had been made. A titanium 
tetrachloride solution (25.0 ml of 1.0 molar, 25 milli 
moles) in hexane was added along with hexane to give 
a total volume of about 250 ml. The mixture was stirred 
while 17.1 ml of 1.46 molar diethylaluminum chloride 
solution (25 ml, 100 millimoles) was added dropwise. 
The solids were allowed to settle and the supernatant 
liquid removed by decantation. Fresh hexane was 
added and the decantation repeated a total of six times 
to remove the hexane soluble species. 

B. Polymerization of Ethylene 
The polymerization procedure of example 8(B) was 

repeated using 5.2 ml of 0.616 molar triisobutylalumi 
nun (3.2 millimoles) and an aliquot of catalyst prepared 
in (A) above containing 0.035 millimoles of titanium. 
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The polyethylene obtained weighed 264 grams, had a 
melt index of 2.44 and had a bulk density of 10.3 lbs/ft3 
(0.17 g/cc). The catalyst efficiency was 172,000 grams 
of polyethylene per gram of titanium. 

EXAMPLE 25 

A. Catalyst Preparation 
Succinimide (4.95 grams, 50 millimoles) was slowly 

added to a stirred solution of 42.2 ml (25 millimoles) of 
0.593 molar dibutylmagnesium. After two hours of con 
tinuous stirring, 32.7 ml of 1.53 molar ethylaluminum 
dichloride (50 millinoles) in hexane was added drop 
wise. The solids were allowed to settle and the superna 
tant liquid was removed by decantation. Fresh hexane 
was added to the slurry and the decantation repeated 
until a total of 3 decants had been made. Fresh hexane 
was added to give a total volume of about 75 ml. Then 
100 ml of 1.0 molar titanium tetrachloride (100 milli 
moles) was added to the stirred mixture, followed by 
the dropwise addition of 68.5 ml of 1.46 molar diethylal 
uminum chloride (200 millimoles). The previous decan 
tation procedure was repeated six times to remove the 
hydrocarbon soluble species. 

B. Polymerization of Ethylene 
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The polymerization procedure of example 3(B) was 
repeated using 70 psig (4.92 kg/cm) hydrogen, 3.2 ml 
of 0.616 molar triisobutylaluminum (2.0 millimoles) and 
an aliquot of catalyst prepared in (A) above containing 
0.020 millimoles of titanium. The polyethylene obtained 
weighed 181 grams, had a melt index of 1.78 and had a 
bulk density of 10.6 lbs/ft3 (0.17 g/cc). The catalyst 
efficiency was 147,000 grams of polyethylene per gram 
of titanium. 

EXAMPLE 26 

A. Catalyst Preparation 
A solution of 8.6 ml isopropylamine (100 millimoles) 

in 100 ml of hexane was added dropwise to a stirred 
solution of 84.3 ml of 0.593 molar dibutylmagnesium (50 
millinoles). A hexane solution of ethylaluminum di 
chloride (49.0 ml of 1.53 molar, 75 millimoles) was 
added dropwise to the stirred mixture of dibutylmag 
nesium and isopropylamine. The solids were allowed to 
settle and the supernatant liquid was decanted. Fresh 
hexane was added and the decantation procedure re 
peated until a total of 4 decants had been made. A tita 
nium tetrachloride (100 ml of 1.0 molar, 100 millimoles) 
in hexane was added along with hexane to give a total 
volume of about 300 ml. The mixture was stirred while 
68.5 ml of 1.46 molar diethylaluminum chloride (100 
millimoles) was added dropwise. The solids were al 
lowed to settle and the supernatant liquid removed by 
decantaion. Fresh hexane was added and the decanta 
tion repeated a total of six times to remove the hexane 
soluble species. 

B. Polymerization of Ethylene 
The polymerization procedure of example 8(B) was 

repeated using 4.2 ml of 0.616 molar triisobutylalumi 
num (2.6 millimoles) and an aliquot of catalyst prepared 
in (A) above containing 0.026 millimole of titanium. 
The polyethylene obtained weighed 181 grams, had a 
melt index of 0.12. The catalyst efficiency was 145,000 
grams of polyethylenne per gram of titanium. 
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EXAMPLE 27 

A. Catalyst Preparation 
A mixture of 169 ml of 0.593 molar dibutylmag 

nesium (100 millimoles) and 325 ml of 0.616 molar triiso 
butylaluminum (200 millinoles) were added to a one 
liter stainless steel stirred reactor. Carbon dioxide was 
added to the reactor to give a pressure of 30 psig. The 
reaction exothern heated the reactor to 50-60 C. 
After two hours the reactor had cooled to ambient 
temperature. The carbon dioxide atmosphere in the 
reactor was replaced with nitrogen by purging and the 
reactor was taken into a gloved box. The reactor con 
tents was made up to 500 ml with hexane to give a 
mixture which was 0.20 molar in magnesium. 250 ml of 
the above 0.20 molar magnesium mixture (50 millimoles 
magnesium) was placed in a stirred glass container. 
Ethylaluminum dichloride (49.0 ml of 1.53 molar, 75 
millimoles) was added dropwise. The solids were al 
lowed to settle and the supernatant liquid removed by 
decantation. Fresh hexane was added and the decanta 
tion procedure repeated until a total of 3 decants had 
been made. A titanium tetrachloride (100 ml of 1.0 mo 
lar, 100 millinoles) in hexane was added along with 
hexane to give a total volume of about 400 ml. The 
mixture was stirred while 68.5 ml of 1.46 molar diethyl 
aluminum chloride (100 millimoles) was added drop 
wise. The solids were allowed to settle and the superna 
tant liquid removed by decantaion. Fresh hexane was 
added and the decantation repeated a total of six times 
to remove the hexane soluble species. 

B. Polymerization of Ethylene 
The polymerization procedure of example 8(B) was 

repeated using 4.1 ml of 0.616 molar triisobutylalumi 
num (2.5 millimoles) and an aliquot of catalyst prepared 
in (A) above containing 0.025 millimole of titanium. 
The polyethylene obtained weighed 126 grams, had a 
melt index of 0.40 and had a bulk density of 15.1 lbs/ft3 
(0.24 g/cc). The catalyst efficiency was 105,000 grams 
of polyethylene per gram of titanium. 

EXAMPLE 28 

A. Catalyst Preparation 
In an inert atmosphere at room temperature, a 100 ml 

hexane solution containing 350 millimoles of a n-propyl 
alcohol was added dropwise to a stirred 500 ml hexane 
solution containing 168.6 ml of 0.593 molar dibutyl 
magnesium (100 millimoles) and 81.2 ml of 0.616 molar 
tri-isobutylaluminum (50 millimoles). Successively, a 
100 ml hexane solution containing 22.0 ml of 9.1 molar 
TiCl4 (200 millimoles) was added dropwise. The resul 
tant solid was allowed to settle for 15 minutes and the 
supernatant was decanted off. The solid was re-slurried 
in fresh hexane and the supernatant was decanted again. 
Six additional decantations were made with fresh hex 
ane. The slurry was divided into two equal portions by 
volume, and one portion was discarded. To the other 
portion was added 11.0 ml of 9.1 molar TiCl4 (100 milli 
moles), followed by the dropwise addition of a 200 ml 
hexane solution containing 74.8 ml of 1.47 molar dieth 
ylaluminum chloride (110 millimoles). The final solid 
was allowed to settle for 10 minutes, then the superna 
tant was decanted. The solid was re-slurried in fresh 
hexane and the supernatant again decanted. Six addi 
tional decantations were made with fresh hexane. The 
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washed solid was then used as a polymerization catalyst 
in examples B and C below. 

B. Copolymerization of Ethylene and 1-octene 
To a stirred 1.0 liter reactor containing 375 ml of dry, 

oxygen-free hexane were added 1.6 ml of 0.616 molar 
triisobutylaluminum (0.986 millimole) and an aliquot of 
catalyst prepared in (A) above containing 0.0195 milli 
moles of titanium. After the pressure vent procedure of 
example 3(B) was employed, the reactor was pressured 
to 15 psig with hydrogen and the reactor temperature 
was adjusted to 75 C. Then 1-octene was introduced 
into the reactor by sweeping ethylene at 170 psig 
through a sidestream cylinder containing 125 ml of 
1-octene. Reactor pressure was then maintained at 170 
psig with ethylene. The polymer obtained weighed 136 
grams. The melt index of the polymer was 0.27 and the 
density, measured according to ASTM-D792-66, was 
0.9444 gram per cm3. The catalyst efficiency was 
145,000 grams of polymer per gram titanium and 35,000 
grams of polymer per gram of total catalyst as calcu 
lated from the MgTi ratio assuming a mixture of 
MgCl2 and TiCl3. 

C. Copolymerization of Ethylene and 1-butene 
The procedure of (B) above was followed except the 

reactor was pressured to 10 psig with hydrogen and 1.6 
ml of 0.616 molar triisobutylaluminum (0.986 millimole) 
and an aliquot of catalyst prepared in (A) above con 
taining 0.200 millimole of titanium was added to the 
reactor to catalyze the polymerization reactor. The 
1-butene was introduced into the reactor by sweeping 
ethylene gas at 170 psig through a sidestream cylinder 
containing 16.0 grams of 1-butene. Reactor pressure 
was maintained at 170 psig with ethylene. The polymer 
obtained weighed 158 grams, had a melt index of 0.15 
and had a density, measured according to ASTM-D- 
792-66, of 0.9304 gram per cm3. Catalyst efficiency was 
165,000 grams polymer per gram titanium and 39,000 
grams polymer per gram of total catalyst as calculated 
from the MgTiratio assuming a mixture of MgCl2 and 
TiCl3. 

EXAMPLE 29 
A. Catalyst Preparation 

A solution of 30.1 ml n-propylalcohol (400 milli 
moles) and 100 ml hexane was added dropwise to a 
stirred solution of 157 ml of 0.637 molar butylethylmag 
nesium (100 millimoles) in heptane and 81 ml of 0.616 
molar triisobutylaluminum (50 millimoles) hexane. The 
resultant solution was cooled to 30 C, and a solution of 
44.0 ml titanium tetrachloride (400 millimoles) in 200 ml 
of hexane was added dropwise with continuous stirring. 
The slurry was stirred for one-half hour, the hydrocar 
bon insoluble products were allowed to settle, and the 
supernatant solution was removed by decantation. The 
solids were reslurried with fresh hexane. The decanta 
tion procedure was repeated two more times to remove 
most of the hexane soluble reaction products. The hy 
drocarbon insoluble products were slurried with hexane 
to give a total volume of 800 ml, one-half of this slurry 
(400 ml) was mixed with 44.0 ml of titanium tetrachlo 
ride (400 millimoles) and 274 ml of 1.46 molar diethylal 
uminum chloride in hexane was added dropwise to the 
stirred mixture over a period of about one hour. The 
resultant mixture was stirred for one additional hour, 
the hydrocarbon insoluble products were allowed to 
settle, and the supernatant solution was removed by 
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decantation. The solids were reslurried with fresh hex 
ane. The decantation procedure was repeated five more 
times to remove the hydrocarbon soluble products. An 
aliquot of catalyst slurry was diluted with Isopar (RE to 
give a slurry that was 0.001 molar in titanium. 

B. Polymerization of Ethylene 
A 1.8 liter stirred stainless steel reactor containing 1.0 

liter of dry, oxygen-free Isopar (RE and 0.54 ml of 0.921 
molar triethylaluminum (0.50 millimole) in hexane was 
vented to zero psig. The reactor was heated to 150° C. 
and hydrogen added to give a reactor pressure of 25 
psig. Then ethylene was added to the reactor to a pres 
sure of 120 psig. The catalyst (25 ml of 0.001 molar 
slurry in Isopar (RE) prepared in Example 29(A) was 
pressured into the reactor using nitrogen. The reactor 
temperature was maintained at 150° C. by heating or 
cooling and the reactor pressure was maintained at 145 
psig by adding ethylene. After 15 minutes, 0.27 ml of 
0.921 molar triethylaluminum (0.25 millimole) in hexane 
diluted to about 10 ml with Isopar (RE was pressured 
into the reactor with nitrogen. After 15 minutes the 
reactor contents was cooled to room temperature, the 
reactor contents filtered, and the polyethylene dried in 
a vacuum overnight at about 60° C. to yield 35.0 grams 
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of polyethylene having a melt index of 0.48. The cata 
lyst efficiency was 29,200 grams of polyethylene per 
gram of titanium. 

EXAMPLE 30 

A. Catalyst Preparation 
A solution (4.14 parts by weight, pbw) of butylethyl 

magnesium containing 2.40 weight percent magnesium 
in heptane and a solution (2.19 pbw) of 20.3 weight 
percent triisobutylaluminum in hexane were mixed in a 
stirred, jacketed reactor. The solution temperature was 
maintained at below 40 C. while 1.00 pbw of n 
propylalcohol and 6.33 pbw of hexane were added. The 
resultant solution temperature was maintained at 35 C. 
while 3.08 pbw of titanium tetrachloride was slowly 
added. The resultant slurry was cooled to about 25 C., 
the solids allowed to settle, and the supernatant liquid 
removed by decantation. The solids were reslurried 
with fresh hexane and the decantation procedure re 
peated until less than 10 mole percent of the total tita 
nium content is in solution. The resultant slurry after 
the decantations was 140 millimolar in magnesium and 
had a total weight of 6.84 pbw. Titanium tetrachloride 
(0.59 pbw) was added to the stirred slurry. A 25 weight 
percent diethylaluminum chloride solution (1.64 pbw) 
in hexane was slowly added to the stirred mixture. The 
solids were allowed to settle and the supernatant liquid 
removed by decantation. The solids were reslurried 
with fresh hexane and the decantation procedure re 
peated several times to remove the hydrocarbon soluble 
species. 

B. Polymerization 
The catalysts prepared in Example 30(A) was diluted 

with hexane to 0.3 millimolar in titanium. This diluted 
catalyst was then added at a rate of about 12 pbw per 
hour to a partially full agitated reactor. Simultaneously, 
100 pbw of ethylene per hour, 1 pbw of butene-1 per 
hour and 223 pbw of hexane per hour were added to the 
reactor while the reactor temperature and pressure 
were controlled at 85°C. and 170 psig respectively. A 
two weight percent solution of triisobutylaluminum in 
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hexane was added at a rate so as to give an Al/Tiatomic 
ratio of about 50:1 in the reactor. Hydrogen was added 
to the gaseous phase of the reactor so as to obtain the 
desired polymer melt index. The reactor contents were 
continuously removed, the polymer and hexane sepa 
rated, and the dried polymer collected. The polymer 
had a melt index of 11. The catalyst efficiency was 
about 400,000 pounds of polymer per pound of titanium. 

EXAMPLE 31 
A. Catalyst Preparation 

A solution of 50 ml of 0.5 molar anhydrous cobalt 
dichloride (25 millimoles) in n-propylalcohol was added 
dropwise to 526 ml of a stirred solution of 0.475 molar 
dibutylmagnesium (250 millimoles). A solution of 55 ml 
titanium tetrachloride (500 millimoles) in 100 ml of 
hexane was added dropwise to the resulting slurry. The 
solids were allowed to settle and the supernatant liquid 
removed by decantation. Fresh hexane was added and 
the decantation procedure was repeated five more times 
to remove the hexane soluble species. Titanium tetra 
chloride (55 ml, 500 millimoles) was added to the stirred 
hexane slurry and then 342 ml of a 1.46 molar diethylal 
uminum chloride solution was added dropwise. The 
solids were allowed to settle and the supernatant liquid 
removed by decantation. Fresh hexane was added and 
the decantation procedure was repeated five more times 
to remove the hexane soluble species. 

B. Polymerization of Ethylene 
Triisobutylaluminum (0.49 ml of 0.616 molar; 0.30 

millinole) and then an aliquot of catalyst containing 
0.015 millimoles of Ti, prepared in (A) above, were 
added to a stirred 1.0 liter stainless steel reactor contain 
ing 0.5 liter of dry, oxygen-free hexane. The reactor was 
pressured to about 50 psig (4 kg/cm2) with hydrogen at 
room temperature and then vented to 5 psig (0.4 
kg/cm2). The pressure venting with hydrogen was re 
peated 9 times. Then the reactor was heated to 85 C. 
and the reactor pressure adjusted to 60 psig (4 kg/cm2) 
by adding hydrogen. Ethylene was introduced and the 
reactor pressure maintained at 170 psig (12 kg/cm2) 
with ethylene. The polymerization was allowed to con 
tinue for two hours at 85 C., after which the reactor 
was cooled to room temperature. The reactor contents 
were filtered and the polyethylene dried in a vacuum 
overnight at about 60° C. The polyethylene obtained 
weighted 219 grams, had a melt index of 0.35, and a bulk 
density of 24.0 lbs/ft3 (0.39 g/cc). The catalyst effi 
ciency was 305,000 grams of polyethylene per gram of 
titanium. 

EXAMPLE 32 

A. Catalyst Preparation 
A solution of 5.9 grams nickel dichloride hexahydrate 

(25 millimoles) dissolved in 39.1 ml of n-propylalcohol 
(520 millimoles) was added dropwise to 526 ml of a 
stirred solution of 0.475 molar dibutylmagnesium (250 
millimoles). A solution of 55 ml titanium tetrachloride 
in 100 ml of hexane was added dropwise to the resultant 
slurry. The solids were allowed to settle and the super 
natant liquid removed by decantation. Fresh hexane 
was added and the decantation procedure was repeated 
five more times to remove the hexane soluble species. 
Titanium tetrachloride (55 ml, 500 millimoles) was 
added to the stirred hexane slurry and then 342 ml of a 
1.46 molar diethylaluminum chloride solution was 
added dropwise. The solids were allowed to settle and 
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the supernatant liquid removed by decantation. Fresh 
hexane was added and the decantation procedure was 
repeated five more times to remove the hexane soluble 
species. 

B. Polymerization of Ethylene 
The procedure of Example 31(B) was repeated using 

1.0 ml of 0.616 molar triisobutylaluminum (0.62 milli 
mole) and an aliquot of catalyst prepared in (A) above 
containing 0.0312 millimoles of titanium. The polyeth 
ylene obtained weighed 227 grams, had a melt index of 
0.08, and a bulk density of 19.0 lbs/ft3 (0.32 g/cc). The 
catalyst efficiency was 152,000 grams of polyethylene 
per gram of titanium. 
We claim: 
1. In a process for the polymerization of one or more 

polymerizable ethylenically unsaturated monomers 
containing one or more polymerizable a-olefins under 
Ziegler polymerization conditions wherein the poly 
merization is conducted in the presence of a transition 
metal-containing catalyst and at least one cocatalyst 
represented by the formulas Al(R:)3-Xa, B(R3)3-axa, 
MgR32, MgRX, ZnR32 wherein each R3 is indepen 
dently hydrogen or a hydrocarbyl group having from 1 
to about 20 carbon atoms and X is halogen; the im 
provement which comprises employing as the transition 
metal-containing catalyst the inert diluent washed hy 
drocarbon insoluble product resulting from the admix 
ture of: 

(I) the reaction product of 
(A) the reaction product of 

(1) an organomagnesium component or a mix 
ture or complex thereof such components 
represented by the formula MgR2.xMeR'', 
wherein each R is independently a hydro 
carbyl group having from 1 to about 20 carbon 
atoms, each R is independently hydrogen, a 
hydrocarbyl or hydrocarbyloxy group having 
from 1 to about 20 carbon atoms Me is Al, Zn 
or B, x has a value of from zero to 10 and x' has 
a value equal to the valence of Me; and 

(2) a transition metal free oxygen-containing 
compound, a transition metal free nitrogen 
containing compound or mixture of such com 
pounds in a quantity sufficient to lower the 
amount of hydrocarbyl groups present in com 
ponent (A-1) such that the resultant product 
does not substantially reduce TiCl4 at a tem 
perature of about 25 C.; and 

(B) a suitable halide source or mixture thereof rep 
resented by the formulas AIR3 aXa, SiR4 bXb, 
SnR4-bXb, POX3, PX3, PX5, SO2X2, GeX4, 
R4(CO)X, Tmy.X- and RX wherein each R 
is independently a hydrogen, a hydrocarbyl or a 
hydrocarbyloxy group having from 1 to about 20 
carbon atoms; each R is independently hydro 
gen or a hydrocarbyl group having from 1 to 
about 20 carbon atoms; each X is a halogen atom; 
a has a value of from 1 to 3; b has a value of from 
1 to 4, Tm is a metal selected from groups IV-B, 
V-B and VI-B of the Periodic Table of Elements; 
Y is oxygen, OR' or NR'2; each R" is indepen 
dently hydrogen or a hydrocarbyl group having 
from 1 to about 20 carbon atoms, z has a value 
equal to the valence of said transition metal, n 
has a value of from zero to 5 with the value of 
z-n being from at least 1 up to a value equal to 
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the valence of the transition metal; said halide 
source being present in a quantity sufficient to 
convert essentially all of the groups attached to a 
magnesium atom in component (A) to a halide 
group; 

(II) a transition metal compound represented by the 
formula TmYX2-n wherein Tm, Y, X, Z and n are 
as defined above; z-n has a value from zero up to 
the valence of Tm in a quantity so as to provide a 
Mg:Tm atomic ratio of from about 0.05:1 to about 
50:1; and 

(III) a suitable reducing agent or mixture of reducing 
agents represented by the formulas B(R)3-mXm, 
Al(R3)3. X., ZnR3X, ZnR32, MgR3X or MgR32 
wherein each X is independently a halogen, a hy 
drocarbyloxy group having from 1 to about 20 
carbon atoms or an NR2 group; each R3 is inde 
pendently hydrogen or a hydrocarbyl group hav 
ing from 1 to about 20 carbon atoms each; m has a 
value from zero to 2; said reducing agent being 
employed in a quantity so as to provide an R3:Tm 
ratio of from about 1:1 to about 50:1; 

with the proviso that when component (I-B), the halide 
source, contains a sufficient quantity of transition metal 
to satisfy the Mg:Tm ratio, then component (II) may be 
omitted. 

2. The process of claim 1 wherein in component (A-1) 
each R and R' group is independently an aliphatic hy 
drocarbon group having from 1 to about 10 carbon 
atoms; Me is Al and x' has a value of 3; component (A-2) 
is water, carbon monoxide, carbon dioxide, sulfur diox 
ide, an organic oxygen-containing compound selected 
from acetals, ketals, esters of carboxylic acids, orthoest 
ers of carboxylic acids, halides of carboxylic acids, car 
boxylic acid anhydrides, carbonates, glycols, alcohols, 
aldehydes, ketones and carboxylic acids or mixture 
thereof in any combination; the halide source is repre 
sented by the formulas AllR3-X or TnYXz-n; in 
component (II) Y is OR"; the reducing agent is repre 
sented by the formula AR33-miXm; the Mg:Tm atomic 
ratio is from about 0.1:1 to about 5:1; and the reducing 
agent is present in a quantity so as to provide a R:Tm 
ratio of from about 1:1 to about 10:1; and wherein said 
cocatalyst contains aluminum. 

3. The process of claim 2 wherein R and R' and the 
value of x are such that the organo magnesium compo 
nent is hydrocarbon soluble; component (A-2) is carbon 
dioxide, an organic oxygen-containing compound se 
lected from alcohols, aldehydes, ketones and carboxylic 
acids or mixture thereof in any combination; the halide 
source is TiCl4; component (II) is omitted; in the for 
mula for the reducing agent each R3 is independently an 
aliphatic hydrocarbon group having from 1 to about 10 
carbon atoms, each X is chlorine, m has a value of zero 
or 1; the atomic ratio of Mg:Ti is from about 0.2:1 to 
about 1:1 and the reducing agent is employed in a quan 
tity so as to provide an R3:Tiratio of from about 1:1 to 
about 3:1. 

4. The process of claim 3 wherein the value of x and 
each R and R' is such that the reaction product (A) is 
hydrocarbon soluble; component (A-2) is an alcohol or 
mixture of alcohols having from 1 to about 20 carbon 
atoms; and said cocatalyst contains triisobutylalumi 
num, triethylaluminum, trimethylaluminum, iso 
prenylaluminum or a mixture thereof in any combina 
tion. 

5. The process of claim 4 wherein said alcohol is 
methyl alcohol, ethyl alcohol, n-propyl alcohol, isopro 
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butyl alcohol, octadecyl alcohol, phenol, 2,6-di-tert 
butyl-4-methylphenol, or mixture thereof in any combi 
nation. 

6. The process of claim 5 wherein said alcohol is 
methyl alcohol, ethyl alcohol, n-propyl alcohol, isopro 
pyl alcohol or n-butyl alcohol. 

7. The process of claim 1 wherein component (A-2) is 
ammonia, an amine, a nitrile, an amide, an oxime, an 
imide, an isocyanate or a mixture thereof in any combi 
nation. 

8. The process of claim 7 wherein component (A-2) is 
ammonia or an amine. 

9. In a process for the polymerization of one or more 
polymerizable ethylenically unsaturated monomers 
containing one or more polymerizable a-olefins under 
Ziegler polymerization conditions wherein the poly 
merization is conducted in the presence of a transition 
metal-containing catalyst and at least one cocatalyst 
represented by the formulas Al(R:)3-Xa, B(R3)3-Xa, 
MgR32, MgR3X, ZnR32 wherein each R3 is indepen 
dently hydrogen or a hydrocarbyl group having from 1 
to about 20 carbon atoms and X is halogen; the in 
provement which comprises employing as the transition 
metal-containing catalyst the inert diluent washed hy 
drocarbon insoluble reaction product of: 

(A) the reaction product of 
(1) an organomagnesium component or a mixture 
or complex thereof represented by the formula 
MgR2.xMeR', wherein each R is independently 
a hydrocarbyl group having from 1 to about 20 
carbon atoms, each R" is independently hydro 
gen, a hydrocarbyl or a hydrocarbyloxy group 
having from 1 to about 20 carbon atoms, Me is 
Al, Zn or B, x has a value from zero to 10, x' has 
a value equal to the valence of Me, and 

(2) a transition metal free oxygen-containing and 
/or a transition metal free nitrogen-containing 
compound in a quantity sufficient to lower the 
amount of hydrocarbyl groups present in com 
ponent (A-1) such that the resultant product 
does not substantially reduce TiCl4 at a tempera 
ture of about 25 C.; m 

(B), a suitable reducing halide source represented by 
the formulas Al(R3)3-Xa; wherein R3 is indepen 
dently hydrogen or the same definition as R above, 
X is defined above and a has a value of from 1 to 
less than 3; said halide being employed in a quantity 
sufficient to convert essentially all of the groups 
attached to a magnesium atom in component (A) to 
a halide atom and such that the R3:Tm ratio is from 
about 1:1 to about 50:1; and 

(C) a transition metal compound represented by the 
formula TmYX, wherein Tm is a metal selected 
from groups IV-B, V-B or VI-B of the Periodic 
Table of Elements;Y is oxygen, OR' or NR'2; X is 
a halogen; each R' is independently hydrogen or a 
hydrocarbyl group having from 1 to about 20 car 
bon atoms; n has a value from zero to 5 with Z-n 
being from one up to a value equal to the valence of 
the transition metal in a quantity so as to provide a 
Mg:Tm atomic ratio of from about 0.05:1 to about 
50:1. 

10. The process of claim 9 wherein in component 
(A-1), each R and R' group is independently an ali 
phatic hydrocarbon having from 1 to about 10 carbon 
atoms, Me is Al and x' has a value of 3; component (A-2) 
is water, carbon monoxide, carbon dioxide, sulfur diox 
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ide, an organic oxygen-containing compound selected 
from, acetals, ketals, esters of carboxylic acids, ortho 
esters of carboxylic acids, halides of carboxylic acids, 
carboxylic acid anhydrides, carbonates and glycols, 
alcohols, aldehydes, ketones, carboxylic acids, or mix 
ture thereof in any combination; in component (C), Y is 
OR'; the Mg:Tm atomic ratio is from about 0.1:1 to 
about 5:1; and the reducing halide is present in a quan 
tity so as to provide a R3:Tm ratio of from about 1:1 to 
about 10:1; and wherein said cocatalyst contains alumi 
l. 

11. The process of claim 10 wherein R and the value 
of X are such that the organomagnesium component is 
hydrocarbon soluble; component (A-2) is carbon diox 
ide, an organic oxygen-containing compound selected 
from alcohols, aldehydes, ketones, carboxylic acids or 
mixture thereof in any combination; the halide source is 
diethylaluminum chloride or ethylaluminum dichloride; 
in the formula for component (C), each X is chlorine, 
Tm is titanium, each R" is an aliphatic hydrocarbon 
group having from 1 to about 10 carbon atoms and n has 
a value of from zero to 2; the atomic ratio of Mg:Ti is 
from about 0.2:1 to about 1:1 and the reducing halide is 
employed in a quantity so as to provide an R3:Tiratio of 
from about 1:1 to about 3:1. 

12. The process of claim 11 wherein the value of x 
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and each R and R' is such that the reaction product (A) 
is hydrocarbon soluble; component (A-2) is an alcohol 
or mixture of alcohols having from 1 to about 20 carbon 
atoms; and said cocatalyst contains triisobutylalumi 
num, triethylaluminum, trimethylaluminum, iso 
prenylaluminum or a mixture thereof in any combina 
tion. 

13. The process of claim 12 wherein said alcohol is 
methyl alcohol, ethyl alcohol, n-propyl alcohol, isopro 
pyl alcohol, n-butyl alcohol, sec-butyl alcohol, tert 
butyl alcohol, octadecyl alcohol, phenol, 2,6-di-tert 
butyl-4-methylphenol, or mixtures thereof. 

14. The process of claim 13 wherein said alcohol is 
methyl alcohol, ethyl alcohol, n-propyl alcohol, isopro 
pyl alcohol or n-butyl alcohol. 

15. The process of claim 9 wherein component (A-2) 
is ammonia, an amine, a nitrile, an amide, an oxime, an 
imide, an isocyanate or a mixture thereof in any combi 
nation. 

16. The process of claim 15 wherein component (A-2) 
is ammonia, an amine, an isocyanate or mixture thereof 
in any combination. 

17. In a process for the polymerization of one or more 
polymerizable ethylenically unsaturated monomers 
containing one or more polymerizable a-olefins under 
Ziegler polymerization conditions wherein the poly 
merization is conducted in the presence of a transition 
metal-containing catalyst and at least one cocatalyst 
represented by the formulas Al(R)3-Xa, B(R3)3-Xa, 
MgR32, MgR3X, ZnR32 wherein each R3 is indepen 
dently hydrogen or a hydrocarbyl group having from 1 
to about 20 carbon atoms and X is halogen; the im 
provement which comprises employing as the transition 
metal-containing catalyst; the hydrocarbon insoluble 
catalyst prepared by a process which comprises: 

(I) reacting in an inert diluent 
(A) the reaction product of 

(1) an organomagnesium component or a mix 
ture of complex thereof represented by the 
formula MgR2.xMeR', wherein each R is 
independently a hydrocarbyl group having 
from 1 to about 20 carbon atoms; each R' is 
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independently hydrogen, a hydrocarbyl or a 
hydrocarbyloxy group having from 1 to about 
20 carbon atoms, Me is Al, Zn or B, x has a 
value of from zero to about 10; and x' has a 
value equal to the valence of Me; and 

(2) a transition metal free oxygen-containing 
compound, a transition metal free nitrogen 
containing compound or mixture of such com 
pounds in a quantity sufficient to lower the 
amount of hydrocarbyl groups present in com 
ponent (A-1) such that the resultant product 
does not substantially reduce TiCl4 at a tem 
perature of about 25 C.; and 

(B) a suitable halide source or mixture thereof rep 
resented by the formulas AllR3-X, SiR4-bXb, 
SnR4-bXb, POX3, PX3, PX5, SO2X2, GeX4, 
R(CO)X, Tmy,X_n and RX wherein each R 
is independently hydrogen, a hydrocarbyl or a 
hydrocarbyloxy group having from 1 to about 20 
carbon atoms; R is independently hydrogen or a 
hydrocarbyl group having from 1 to about 20 
carbon atoms; each X is a halogen atom; a has a 
value of from 1 to 3; b has a value of from 1 to 4; 
Tm is a metal selected from groups IV-B, V-B 
and VI-B of the Periodic Table of Elements; Y is 
oxygen, OR' or NR'2; each R' is independently 
hydrogen or a hydrocarbyl group having from 1 
to about 20 carbon atoms; Z has a value equal to 
the valence of said transition metal, n has a value 
of from zero to 5 with the value of z-n being 
from at least 1 up to a value equal to the valence 
of the transition metal; said halide source being 
present in a quantity sufficient to convert essen 
tially all of the groups attached to a magnesium 
atom in component (A) to a halide group; 

(II) recovering the resultant hydrocarbon insoluble 
product, washing said product with fresh inert 
diluent; and 

(III) mixing, in fresh inert diluent, the product from 
(II) with (C) a transition metal compound repre 
sented by the formula TmYX- wherein Tm, Y, 
X, Z and n are as defined as above; z-n has a value 
of from zero up to the valence of Tm; in a quantity 
so as to provide a Mg:Tm atomic ratio of from 
about 0.05:1 to about 50:1; 

(IV) reacting the product from (III) with (D) a suit 
able reducing agent or mixture of reducing agents 
selected from compounds represented by the for 
mulas B(R3)3-miXm, Al(R:)3-mXm, ZnRX, 
ZnR32, MgR3X or MgR32 wherein each X is a 
halogen or a hydrocarbyloxy group having from 1 
to about 20 carbon atoms or an NR32 group; each 
R3 is independently hydrogen or a hydrocarbyl 
group having from 1 to about 20 carbon atoms; m 
has a value from zero to 2; said reducing agent 
being employed in a quantity so as to provide an 
R3:Tm ratio of from about 1:1 to about 50:1; and 

(V) recovering and washing with fresh inert diluent 
the resultant solid hydrocarbon insoluble catalyst 
produced in step IV. 

18. The process of claim 17 wherein in component 
(A-1), each R and R' group is independently an ali 
phatic hydrocarbon having from 1 to about 10 carbon 
atoms, Me is Al and x' has a value of 3; component (A-2) 
is water, carbon monoxide, carbon dioxide, sulfur diox 
ide, an organic oxygen-containing compound selected 
from, acetals, ketals, esters of carboxylic acids, ortho 
esters of carboxylic acids, halides of carboxylic acids, 
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carboxylic acid anhydrides, carbonates, glycols, alco 
hols, aldehydes, ketones, carboxylic acids or mixture 
thereof in any combination; the halide source is repre 
sented by the formulas AR3-X or TmYX-; in 
component (C) Y is OR'; the reducing agent is repre 
sented by the formula AllR3-mXrn; the Mg:Tm atomic 
ratio is from about 0.1:1 to about 5:1; and the reducing 
agent is present in a quantity so as to provide a R3:Tm 
ratio of from about 1:1 to about 10:1; and wherein said 
cocatalyst contains aluminum. 

19. The process of claim 18 wherein R, R and the 
value of x are such that the organomagnesium compo 
nent is hydrocarbon soluble; component (A-2) is carbon 
dioxide, an organic oxygen-containing compound se 
lected from alcohols, aldehydes, ketones, and carbox 
ylic acids or mixture thereof in any combination; the 
halide source is represented by the formula TiCl4; com 
ponent (C) is TiCl4 in the formula for the reducing agent 
each R3 is independently an aliphatic hydrocarbon 
group having from 1 to about 10 carbon atoms, each X 
is chlorine, m has a value of zero or 1; the atomic ratio 
of MgTi is from about 0.2:1 to about 1:1 and the reduc 
ing agent is employed in a quantity so as to provide an 
R3:Tiratio of from about 1:1 to about 3:1. 

20. The process of claim 19 wherein the value of x 
and each RandR is such that the reaction product (A) 
is hydrocarbon soluble; the component (A-2) is an alco 
hol or mixture of alcohols having from 1 to about 20 
carbon atoms; and said cocatalyst contains triisobutyl 
aluminum, triethylaluminum, trimethylaluminum, iso 
prenylaluminum or a mixture thereof in any combina 
to. 

21. The process of claim 20 wherein said alcohol is 
methyl alcohol, ethyl alcohol, n-propyl alcohol, isopro 
pyl alcohol, n-butyl alcohol, sec-butyl alcohol, tert 
butyl alcohol, octadecyl alcohol, phenol, 2,6-di-tert 
butyl-4-methylphenol, or mixture thereof in any combi 
nation. 

22. The process of claim 21 wherein said, alcohol is 
methyl alcohol, ethyl alcohol, n-propyl alcohol, isopro 
pyl alcohol, n-butyl alcohol or mixture thereof in any 
combination. 

23. The process of claim 17 wherein component (A-2) 
is ammonia, an amine, a nitrile, an amide, an oxime, an 
imide, an isocyanate or a mixture thereof in any combi 
nation. 

24. The process of claim 23 wherein component (A-2) 
is ammonia or an amine. 

25. In a process for the polymerization of one or more 
polymerizable ethylenically unsaturated monomers 
containing one or more polymerizable a-olefins under 
Ziegler polymerization conditions wherein the poly 
merization is conducted in the presence of a transition 
metal-containing catalyst and at least one cocatalyst 
represented by the formulas Al(R:)3-Xa, B(R3)3-Xa, 
MgR32, MgR3X, ZnR32 wherein each R3 is indepen 
dently hydrogen or a hydrocarbyl group having from 1 
to about 20 carbon atoms and X is halogen; the im 
provement which comprises employing as the transition 
metal-containing catalyst the hydrocarbon insoluble 
catalyst prepared by a process which comprises: 

(I) reacting in an inert diluent 
(A) the reaction product of 

(1) an organomagnesium component or a mix 
ture or complex thereof represented by the 
formula MgR2.xMeR', wherein each R is 
independently a hydrocarbyl group having 
from 1 to about 20 carbon atoms, each R' is 
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independently hydrogen, a hydrocarbyl or 
hydrocarbyloxy group having from 1 to about 
20 carbon atoms, Me is Al, Zn or B, x has a 
value of from zero to about 10 and x' has a 
value equal to the valence of Me; with 

(2) a transition metal free oxygen-containing 
compound, a transition metal free nitrogen 
containing compound or mixture of such com 
pounds in a quantity sufficient to lower the 
amount of hydrocarbyl groups present in com 
ponent (A-1) such that the resultant product 
does not substantially reduce TiCl4 at a tem 
perature of 25 C.; 

(B) a suitable reducing halide source represented 
by the formulas Al(R)3-Xa wherein each X is 
independently a halogen atom; R is indepen 
dently hydrogen or a hydrocarbyl group having 
from 1 to about 20 carbon atoms; and a has a 
value of from 1 to less than 3; said halide being 
employed in a quantity such that the R3:Tm ratio 
is from about 1:1 to about 50:1 and to provide a 
sufficient amount of halogen atoms to convert 
essentially all of the groups attached to a magne 
sium atom in component (A) to a halide group; 
and 

(C) a transition metal compound represented by the 
formula TimY,X2-n wherein Tm is a metal se 
lected from groups IV-B, V-B and VI-B of the 
Periodic Table of Elements;Y is oxygen, OR' or 
NR'2; X is a halogen; each R" is independently 
hydrogen or a hydrocarbyl group having from 1 
to about 20 carbon atoms; n has a value from 
zero to 5 with z-n being from one up to a value 
equal to the valence of the transition metal in a 
quantity so as to provide a MgTm atomic ratio 
of from about 0.05:1 to about 50:1; and 

(II) recovering and washing with fresh inert diluent 
the resultant solid, hydrocarbon insoluble catalyst. 

26. The process of claim 25 wherein in component 
(A-1), each R and R' group is independently an ali 
phatic hydrocarbon having from 1 to about 10 carbon 
atoms, Me is Al and x' has a value of 3; component (A-2) 
is water, carbon monoxide, carbon dioxide, sulfur diox 
ide, an organic oxygen-containing compound selected 
from, acetals, ketals, esters of carboxylic acids, ortho 
esters of carboxylic acids, halides of carboxylic acids, 
carboxylic acid anhydrides, carbonates, glycols, alco 
hols, aldehydes, ketones, carboxylic acids or mixture 
thereof in any combination; in component (C), Y is 
OR"; the Mg:Tm atomic ratio is from about 0.1:1 to 
about 5:1; and the reducing halide is present in a quan 
tity so as to provide a R3:Tm ratio of from about 1:1 to 
about 10:1. 

27. The process of claim 26 wherein RandR' and the 
value of x are such that the organomagnesium compo 
nent is hydrocarbon soluble; component (A-2) is carbon 
dioxide, an organic oxygen-containing compound se 
lected from alcohols, aldehydes, ketones, and carbox 
ylic acids or mixture thereof in any combination; in the 
formula for component (C), each X is chlorine, Tm is 
titanium, each R" is an aliphatic hydrocarbon group 
having from 1 to about 10 carbon atoms and n has a 
value of from zero to 2; the atomic ratio of MgTi is 
from about 0.2:1 to about 1:1 and the reducing halide is 
employed in a quantity so as to provide an R3:Tiratio of 
from about 1:1 to about 3:1. 

28. The process of claim 27 wherein the value of x 
and each R and R' is such that the reaction product (A) 



4,387,200 
39 

is hydrocarbon soluble; component (A-2) is an alcohol 
or mixture of alcohols having from 1 to about 20 carbon 
atoms; and said cocatalyst contains triisobutylalumi 
num, triethylaluminum, trimethylaluminum, iso 
prenylaluminum or a mixture thereof in any combina 
tion. 

29. The process of claim 28 wherein said alcohol is 
methyl alcohol, ethyl alcohol, n-propyl alcohol, isopro 
pyl alcohol, n-butyl alcohol, sec-butyl alcohol, tert 
butyl alcohol, octadecyl alcohol, phenol, 2,6-di-tert 
butyl-4-methylphenol, or mixture thereof in any combi 
nation. 

30. The process of claim 31 wherein said alcohol is 
selected from methyl alcohol, ethyl alcohol, n-propyl 
alcohol, isopropyl alcohol, n-butyl alcohol or mixture 
thereof in any combination. 

31. The process of claim 25 wherein component (A-2) 
is ammonia, an amine, a nitrile, an amide, an oxime, an 
imide, an isocyanate or a mixture thereof in any combi 
nation. 

32. The process of claim 31 wherein component (A-2) 
is ammonia or an amine. 

33. In a process for the polymerization of one or more 
polymerizable ethylenically unsaturated monomers 
containing one or more polymerizable a-olefins under 
Ziegler polymerization conditions wherein the poly 
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merization is conducted in the presence of a transition 
metal-containing catalyst and at least one cocatalyst 
represented by the formulas Al(R3)3-Xa, B(R3)3-Xa, 
MgR32, MgR3X, ZnR32 wherein each R3 is indepen 
dently hydrogen or a hydrocarbyl group having from 1 
to about 20 carbon atoms and X is halogen; the im 
provement which comprises employing as the transition 
metal-containing catalyst the inert diluent washed hy 

: drocarbon insoluble product resulting from the admix 
ture of: 

(I) the reaction product of 
(A) the reaction product of 

(1) an organomagnesium component or a mix 
ture or complex thereof such components 
represented by the formula MgR2.xMeR', 
wherein each R is independently a hydro 
carbyl group having from 1 to about 20 carbon 
atoms, each R" is independently hydrogen, a 
hydrocarbyl or hydrocarbyloxy group having 
from 1 to about 20 carbon atoms Me is Al, Zn 
or B, x has a value of from zero to 10 and x' has 
a value equal to the valence of Me; and 

(2) a transition metal free oxygen-containing 
compound, a transition metal free nitrogen 
containing compound or mixture of such com 
pounds in a quantity sufficient to lower the 
amount of hydrocarbyl groups present in com 
ponent (A-1) such that the resultant product 
does not substantially reduce TiCl4 at a tem 
perature of about 25 C.; one or more transi 
tion metal compound(s) represented by the 
formula Tm'YX2-n wherein Tm' is a transi 
tion metal selected from groups I-B, IV-B 
V-B, VI-B VII-B or VIII of the Periodic 
Table of the Elements and is not the same 
element as that represented by Tm in compo 
nent (II); Y is oxygen, OR' or NR'2, each R' 
is independently hydrogen or a hydrocarbyl 
group having from 1 to about 20 carbon 
atoms; X is a halogen atom; Z has a value cor 
responding to the valence of the transition 
metal Tm"; n has a value of from zero to 5; the 
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value of Z-n is from zero up to the valence of 
the transition metal Tm'; and wherein said 
transition metal compound is present in a 
quantity such that the Tm':Tm, from compo 
nent II, atomic ratio is from 0.01:1 to about 
0.5:1; and 

(B) a suitable halide source or mixture thereof rep 
resented by the formulas AIR3-Xa, SiR4-bXb, 
SnR4 bXb, POX3, PX3, PX5, SO2X2, GeX4, 
R(CO)X, Tmy.X., n and R“X wherein each R 
is independently a hydrogen, a hydrocarbyl or a 
hydrocarbyloxy group having from 1 to about 20 
carbon atoms; each R is independently hydro 
gen or a hydrocarbyl group having from 1 to 
about 20 carbon atoms; each X is a halogen atom; 
a has a value of from 1 to 3; b has a value of from 
1 to 4, Tm is a metal selected from groups IV-B, 
V-B and VI-B of the Periodic Table of Elements; 
Y is oxygen, OR' or NR'2; each R" is indepen 
dently hydrogen or a hydrocarbyl group having 
from 1 to about 20 carbon atoms, z has a value 
equal to the valence of said transition metal, n 
has a value of from zero to 5 with the value of 
Z-n being from at least 1 up to a value equal to 
the valence of the transition metal; said halide 
source being present in a quantity sufficient to 
convert essentially all of the groups attached to a 
magnesium atom in component (A) to a halide 
group; 

(II) a transition metal compound represented by the 
formula TmYnXz-n wherein Tm, Y, X, Z and n are 
as defined above; z-n has a value from zero up to 
the valence of Tm in a quantity so as to provide a 
Mg:Tm atomic ratio of from about 0.05:1 to about 
50:1; and 

(III) a suitable reducing agent or mixture of reducing 
agents represented by the formulas B(R)3-mXn, 
Al(R3)3-miXm, ZurX, ZnR32, MgR3X or MgR32 
wherein each X is independently a halogen, a hy 
drocarbyloxy group having from 1 to about 20 
carbon atoms or an NR32 group; each R3 is inde 
pendently hydrogen or a hydrocarbyl group hav 
ing from 1 to about 20 carbon atoms each; m has a 
value from zero to 2; said reducing agent being 
employed in a quantity so as to provide an R3:Tm 
ratio of from about 1:1 to about 50:1; 

with the proviso that when component (I-B), the halide 
source, contains a sufficient quantity of transition metal 
to satisfy the Mg:Tm ratio, then component (II) may be 
omitted. 

34. The process of claim 33 wherein in component 
(A-1) each RandR' group is independently an aliphatic 
hydrocarbon group having from 1 to about 10 carbon 
atoms; Me is Al and x' has a value of 3; component (A-2) 
is water, carbon monoxide, carbon dioxide, sulfur diox 
ide, an organic oxygen-containing compound selected 
from acetals, ketals, esters of carboxylic acids, orthoest 
ers of carboxylic acids, halides of carboxylic acids, car 
boxylic acid anhydrides, carbonates, glycols, alcohols, 
aldehydes, ketones and carboxylic acids or mixture 
thereof in any combination; in component (A-2) Tm' is 
Co, Cr, Fe, Mo, Ni, V, W or Zr; R' has from 1 to about 
10 carbon atoms; X is chlorine or bromine and the 
atomic ratio of Tm':Tm is from about 0.02:1 to about 
0.2:1; the halide source is represented by the formulas 
AllR3-X or TmYnXz-n; in component (II) Y is OR'; 
the reducing agent is represented by the formula 
AlR33-miXm; the Mg:Tm atomic ratio is from about 
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0.1:1 to about 5:1; and the reducing agent is present in a 
quantity so as to provide a R:Tm ratio of from about 
1:1 to about 10:1; and wherein said cocatalyst contains 
aluminum. . 

35. The process of claim 34 wherein RandR' and the 
value of x are such that the organo, magnesium compo 
nent is hydrocarbon soluble; component (A-2) is carbon 
dioxide, an organic oxygen-containing compound se 
lected from alcohols, aldehydes, ketones and carboxylic 
acids or mixture thereof in any combination; said transi 
tion metal compound represented by the formula 
Tm'YX- is NiCl2, NiCl2.6H2O, FeCl3, FeCl3.6H2O, 
CrCl3, CrCl2, CrCl3.6H2O, MoCls, WCl6, ZrCl4, Zr(O- 
iC3H7)4, VOCl3 or mixture thereof in any combination; 
the halide source is TiCl4; component (II) is omitted; in 
the formula for the reducing agent each R3 is indepen 
dently an aliphatic hydrocarbon group having from 1 to 
about 10 carbon atoms, each X is chlorine, m has a value 
of zero or 1; the atomic ratio of MgTi is from about 
0.2:1 to about 1:1 and the reducing agent is employed in 
a quantity so as to provide an R3:Tiratio of from about 
1:1 to about 3:1. 
36. The process of claim 35 wherein the value of x 

and each R and R' is such that the reaction product (A) 
is hydrocarbon soluble; component (A-2) is an alcohol 
or mixture of alcohols having from 1 to about 20 carbon 
atoms; and said cocatalyst contains triisobutylalumi 
num, triethylaluminum, trimethylaluminum, iso 
prenylaluminum or a mixture thereof in any combina 
tion. 

37. The process of claim 36 wherein said alcohol is 
methyl alcohol, ethyl alcohol, n-propyl alcohol, isopro 
pyl alcohol, n-butyl alcohol, sec-butyl alcohol, tert 
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butyl alcohol, octadecyl alcohol, phenol, 2,6-di-tert 
butyl-4-methylphenol, or mixture thereof in any combi 
nation. 

38. The process of claim 37 wherein said alcohol is 
methyl alcohol, ethyl alcohol, n-propyl alcohol, isopro 
pyl alcohol or n-butyl alcohol. 

39. The process of claim 33 wherein component (A-2) 
is ammonia, an amine, a nitrile, an amide, an oxime, an 
imide, an isocyanate or a mixture thereof in any combi 
nation. . . . 

40. The process of claim 39 wherein component (A-2) 
is ammonia or an amine. 

41. In a process for the polymerization of one or more 
polymerizable ethylenically unsaturated monomers 
containing one or more polymerizable a-olefins under 
Ziegler polymerization conditions wherein the poly 
merization is conducted in the presence of a transition 
metal-containing catalyst and at least one cocatalyst 
represented by the formulas Al(R3)3-X, B(R)3-Xa, 
MgR32, MgRX, ZnR2 of mixtures thereof wherein 
each R3 is independently hydrogen or a hydrocarbyl 
group having from 1 to about 20 carbon atoms and X is 
halogen; the improvement which comprises employing 
as the transition metal-containing catalyst the inert dilu 
ent washed hydrocarbon insoluble reaction product of: 

(A) The reaction product of 
(1) an organomagnesium component or a mixture 
or complex thereof represented by the formula 
MgR2xMeR', wherein each R is independently 
a hydrocarbyl group having from 1 to about 20 
carbon atoms, each R" is independently hydro 
gen, a hydrocarbyl or a hydrocarbyloxy group 
having from 1 to about 20 carbon atoms, Me is 
Al, Zn or B, x has a value from zero to 10, x' has 
a value equal to the valence of Me; and 
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(2) a transition metal free oxygen-containing and 

/or a transition metal free nitrogen-containing 
compound in a quantity sufficient to lower the 
amount of hydrocarby groups present in com 
ponent (A-1) such that the resultant product 
does not substantially reduce TiCl4 at a tempera 
ture of about 25 C.; one or more transition metal 
compound(s) represented by the formula 
Tm'YX2-n wherein Tm' is a transition metal 
selected from groups I-B, IV-B V-B, VI-B VII-B 
or VIII of the Periodic Table of the Elements 
and is not the same element as that represented 
by Tm in component (C); Y is oxygen, OR" or 
NR'2; each R' is independently hydrogen or a 
hydrocarbyl group having from 1 to about 20 
carbon atoms; X is a halogen atom; Z has a value 
corresponding to the valence of the transition 
metal Tm'; n has a value of from zero to 5; the 
value of Z-n is from zero up to the valence of 
the transition metal Tm'; and wherein said transi 
tion metal compound is present in a quantity 
such that the Tm':Tm, from component (C), 
atomic ratio is from 0.01:1 to about 0.5:1; 

(B) a suitable reducing halide source represented by 
the formulas Al(R)3-Xa; wherein R3 is indepen 
dently hydrogen or the same definition as R above, 
X is as defined above and a has a value of from 1 to 
less than 3; said halide being employed in a quantity 
sufficient to convert essentially all of the groups 
attached to a magnesium atom in component (A) to 
a halide atom and such that the R3:Tm ratio is from 
about 1:1 to about 50:1; and 

(C) a transition metal compound represented by the 
formula TmYX- wherein Tm is a metal selected 
from groups IV-B, V-B or VI-B of the Periodic 
Table of Elements; Y is oxygen, OR' or NR'2; X is 
a halogen; each R' is independently hydrogen or a 
hydrocarbyl group having from 1 to about 20 car 
bon atoms; n has a value from zero to 5 with z-n 
being from one up to a value equal to the valence of 
the transition metal in a quantity so as to provide a 
MgTm atomic ratio of from about 0.05:1 to about 
50:1. 

42. The process of claim 41 wherein in component 
(A-1), each R and R' group is independently an ali 
phatic hydrocarbon having from 1 to about 10 carbon 
atoms, Me is Al and x' has a value of 3; component (A-2) 
is water, carbon monoxide, carbon dioxide, sulfur diox 
ide, an organic oxygen-containing compound selected 
from, acetals, ketals, esters of carboxylic acids, ortho 
esters of carboxylic acids, halides of carboxylic acids, 
carboxylic acid anhydrides, carbonates and glycols, 
alcohols, aldehydes, ketones, carboxylic acids, or mix 
ture thereof in any combination; in component (A-2), 
Tm' is Co, Cr, Fe, Mo, Ni, V, W or Zr; R' has from 1 
to about 10 carbon atoms; X is chlorine or bromine and 
the atomic ratio of Tm':Tm is from about 0.02:1 to about 
0.2:1; in component (C), Y is OR"; the Mg:Tm atomic 
ratio is from about 0.1:1 to about 5:1; and the reducing 
halide is present in a quantity so as to provide a R3:Tm 
ratio of from about 1:1 to about 10:1, and wherein said 
cocatalyst contains aluminum. 

43. The process of claim 42 wherein R and the value 
of x are such that the organomagnesium component is 
hydrocarbon soluble; component (A-2) is carbon diox 
ide, an organic oxygen-containing compound selected 
from alcohols, aldehydes, ketones, carboxylic acids or 
mixture thereof in any combination; said transition 
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metal compound represented by the formula 
Tm'Y,X2-n is NiCl2, NiCl2.6H2O, FeCl3, FeCl3.6H2O, 
CrCl3, CrCl2, CrCl3.6H2O, MoCls, WCl6, ZrCl4, Zr(O- 
iC3H7)4, VOCl3 or mixture thereof in any combination; 
the halide source is diethylaluminum chloride or ethyl 
aluminum dichloride; in the formula for component (C), 
each X is chlorine, Tm is titanium, each R" is an ali 
phatic hydrocarbon group having from 1 to about 10 
carbon atoms and n has a value of from zero to 2; the 
atomic ratio of Mg:Ti is from about 0.2:1 to about 1:1 
and the reducing halide is employed in a quantity so as 
to provide an R3:Tiratio of from about 1:1 to about 3:1. 

44. The process of claim 43 wherein the value of x 
and each Rand R' is such that the reaction product (A) 
is hydrocarbon soluble; component (A-2) is an alcohol 
or mixture of alcohols having from 1 to about 20 carbon 
atoms; and said cocatalyst contains triisobutylalumi 
num, triethylaluminum, trimethylaluminum, iso 
prenylaluminum or a mixture thereof in any combina 
tion. 

45. The process of claim 44 wherein said alcohol is 
methyl alcohol, ethyl alcohol, n-propyl alcohol, isopro 
pyl alcohol, n-butyl alcohol, sec-butyl alcohol, tert 
butyl alcohol, octadecyl alcohol, phenol, 2,6-di-tert 
butyl-4-methylphenol, or mixtures thereof. 

46. The process of claim 45 wherein said alcohol is 
methyl alcohol, ethyl alcohol, n-propyl alcohol, isopro 
pyl alcohol or n-butyl alcohol. 

47. The process of claim 41 wherein component (A-2) 
is ammonia, an amine, a nitrile, an amide, an oxime, an 
imide, an isocyanate or a mixture thereof in any combi 
nation. 

48. The process of claim 47 wherein component (A-2) 
is ammonia, an amine, an isocyanate or mixture thereof 
in any combination. 

49. In a process for the polymerization of one or more 
polymerizable ethylenically unsaturated monomers 
containing one or more polymerizable a-olefins under 
Ziegler polymerization conditions wherein the poly 
merization is conducted in the presence of a transition 
metal-containing catalyst and at least one cocatalyst 
represented by the formulas Al(R:)3-Xa, B(R3)3-Xa, 
MgR32, MgR3X, ZnP32 wherein each R3 is indepen 
dently hydrogen or a hydrocarbyl group having from 1 
to about 20 carbon atoms and X is halogen; the in 
provement which comprises employing as the transition 
metal-containing catalyst; the hydrocarbon insoluble 
catalyst prepared by a process which comprises: 

(I) reacting in an inert diluent 
(A) the reaction product of 

(1) an organomagnesium component or a mix 
ture or complex thereof represented by the 
formula MgR2.xMeR', wherein each R is 
independently a hydrocarbyl group having 
from 1 to about 20 carbon atoms, each R" is 
independently hydrogen, a hydrocarbyl or a 
hydrocarbyloxy group having from 1 to about 
20 carbon atoms, Me is Al, Zn or B, x has a 
value of from zero to about 10; and x' has a 
value equal to the valence of Me; and 

(2) a transition metal free oxygen-containing 
compound, a transition metal free nitrogen 
containing compound or mixture of such com 
pounds in a quantity sufficient to lower the 
amount of hydrocarbyl groups present in com 
ponent (A-1) such that the resultant product 
does not substantially reduce TiCl4 at a tem 
perature of about 25 C.; one or more transi 
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tion metal compound(s) represented by the 
formula Tm'YXz-n wherein Tm' is a transi 
tion metal selected from groups I-B, IV-B 
V-B, VI-B VII-B or VIII of the Periodic 
Table of the Elements and is not the same 
element as that represented by Tm in compo 
nent (C); Y is oxygen, OR" or NR'2; each R' 
is independently hydrogen or a hydrocarbyl 
group having from 1 to about 20 carbon 
atoms; X is a halogen atom; Z has a value cor 
responding to the valence of the transition 
metal Tm"; n has a value of from zero to 5; the 
value of Z-n is from zero up to the valence of 
the transition metal Tm'; and wherein said 
transition metal compound is present in a 
quantity such that the Tm':Tm, from compo 
nent (C), atomic ratio is from 0.01:1 to about 
0.5:1; and 

(B) a suitable halide source or mixture thereof rep 
resented by the formulas AllR3-Xa, SiR4-bXb, 
SnR4-bXb, POX3, PX3, PX5, SO2X2, GeX4, 
R(CO)X, Tmy.X-n and RX wherein each R 
is independently hydrogen, a hydrocarbyl or a 
hydrocarbyloxy group having from 1 to about 20 
carbon atoms; R is independently hydrogen or a 
hydrocarbyl group having from 1 to about 20 
carbon atoms; each X is a halogen atom; a has a 
value of from 1 to 3; b has a value of from 1 to 4; 
Tm is a metal selected from groups IV-B, V-B 
and VI-B of the Periodic Table of Elements; Y is 
oxygen, OR' or NR'2; each R" is independently 
hydrogen or a hydrocarbyl group having from 1 
to about 20 carbon atoms; Z has a value equal to 
the valence of said transition metal, n has a value 
of from zero to 5 with the value of z-n being 
from at least 1 up to a value equal to the valence 
of the transition metal; said halide source being 
present in a quantity sufficient to convert essen 
tially all of the groups attached to a magnesium 
atom in component (A) to a halide group; 

(II) recovering the resultant hydrocarbon insoluble 
product, washing said product with fresh inert 
diluent; and 

(III) mixing, in fresh inert diluent, the product from 
(II) with (C) a transition metal compound repre 
sented by the formula Tmy,X2-n wherein Tm, Y, 
X, Z and n are as defined as above; z-n has a value 
of from zero up to the valence of Tm; in a quantity 
so as to provide a Mg:Tm atomic ratio of from 
about 0.05:1 to about 50:1; 

(IV) reacting the product from (III) with (D) a suit 
able reducing agent or mixture of reducing agents 
selected from compounds represented by the for 
mulas B(R)3-mXn, Al(R)3-mixm, ZnR3X, 
ZnR32, MgR3X or MgR32 wherein each X is a 
halogen or a hydrocarbyloxy group having from 1 
to about 20 carbon atoms or an NR'2 group; each 
R3 is independently hydrogen or a hydrocarbyl 
group having from 1 to about 20 carbon atoms; m 
has a value from zero to 2; said reducing agent 
being employed in a quantity so as to provide an 
R3:Tm ratio of from about 1:1 to about 50:1; 

(V) recovering and washing with fresh inert diluent 
the resultant solid hydrocarbon insoluble catalyst 
produced in step IV. 

50. The process of claim 49 wherein in component 
(A-1), each R and R' group is independently an ali 
phatic hydrocarbon having from 1 to about 10 carbon 
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atoms, Me is Al and x' has a value of 3; component (A-2) 
is water, carbon monoxide, carbon dioxide, sulfur diox 
ide, an organic oxygen-containing compound selected 
from, acetals, ketals, esters of carboxylic acids, ortho 
esters of carboxylic acids, halides of carboxylic acids, 
carboxylic acid anhydrides, carbonates, glycols, alco 
hols, aldehydes, ketones, carboxylic acids or mixture 
thereof in any combination; in component (A-2) Tm' is 
Co, Cr, Fe, Mo, Ni, V, W, or Zr; R' has from 1 to about 
10 carbon atoms; X is chlorine or bromine and the 
atomic ratio of Tm':Tm is from about B 0.02:1 to about 
0.2:1; the halide source is represented by the formulas 
AllR3-X or TmYXz-n; in component (C) Y is OR"; 
the reducing agent is represented by the formula 
AlR33-miXm; the Mg:Tm atomic ratio is from about 
0.1:1 to about 5:1; and the reducing agent is present in a 
quantity so as to provide a R3:Tm ratio of from about 
1:1 to about 10:1; and wherein said cocatalyst contains 
aluminum. 

51. The process of claim 50 wherein R, R' and the 
value of X are such that the organomagnesium compo 
nent is hydrocarbon soluble; component (A-2) is carbon 
dioxide, an organic oxygen-containing compound se 
lected from alcohols, aldehydes, ketones, and carbox 
ylic acids or mixture thereof in any combination; said 
transition metal compound represented by the formula 
Tm'YX- is NiCl2, NiCl2.6H2O, FeCl3, FeCl3.6H2O, 
CrCl3, CrCl2, CrCl3.6H2O, MoCls, WCl6, ZrC14, Zr(O- 
iC3H7)4, VOCl3 or mixture thereof in any combination; 
the halide source is represented by the formula TiCl4; 
component (C) is TiCl4 in the formula for the reducing 
agent each R is independently an aliphatic hydrocar 
bon group having from 1 to about 10 carbon atoms, 
each X is chlorine, m has a value of zero or 1; the atomic 
ratio of MgTi is from about 0.2:1 to about 1:1 and the 
reducing agent is employed in a quantity so as to pro 
vide an R3:Tiratio of from about 1:1 to about 3:1. 

52. The process of claim 51 wherein the value of x 
and each R and R' is such that the reaction product (A) 
is hydrocarbon soluble; the component (A-2) is an alco 
hol or mixture of alcohols having from 1 to about 20 
carbon atoms; and said cocatalyst contains triisobutyl 
aluminum, triethylaluminum, trimethylaluminum, iso 
prenylaluminum or a mixture thereof in any combina 
to. 

53. The process of claim 52 wherein said alcohol is 
methyl alcohol, ethyl alcohol, n-propyl alcohol, isopro 
pyl alcohol, n-butyl alcohol, sec-butyl alcohol, tert 
butyl alcohol, octadecyl alcohol, phenol, 2,6-di-tert 
butyl-4-methylphenol, or mixture thereof in any combi 
nation. 

54. The process of claim 53 wherein said alcohol is 
methyl alcohol, ethyl alcohol, n-propyl alcohol, isopro 
pyl alcohol, n-butyl alcohol or mixture thereof in any 
combination. 

55. The process of claim 49 wherein component (A-2) 
is ammonia, an amine, a nitrile, an amide, an oxime, an 
imide, an isocyanate or a mixture thereof in any combi 
nation. 

56. The process of claim 55 wherein component (A-2) 
is ammonia or an amine. 

57. In a process for the polymerization of one or more 
polymerizable ethylenically unsaturated monomers 
containing one or more polymerizable a-olefins under 
Ziegler polymerization conditions wherein the poly 
merization is conducted in the presence of a transition 
metal-containing catalyst and at least one cocatalyst 
represented by the formulas Al(R)3-Xa, B(R3)3-Xa, 
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MgR32, MgR3X, ZnR32 wherein each R3 is indepen 
dently hydrogen or a hydrocarbyl group having from 1 
to about 20 carbon atoms and X is halogen; the im 
provement which comprises employing as the transition 
metal-containing catalyst the hydrocarbon insoluble 
catalyst prepared by a process which comprises: 

(I) reacting in an inert diluent 
(A) the reaction product of 

(1) an organomagnesium component or a mix 
ture or complex thereof represented by the 
formula MgR2.xMeR', wherein each R is 
independently a hydrocarbyl group having 
from 1 to about 20 carbon atoms, each R" is 
independently hydrogen, a hydrocarbyl or 
hydrocarbyloxy group having from 1 to about 
20 carbon atoms, Me is Al, Zn, or B, X has a 
value of from zero to about 10 and x' has a 
value equal to the valence of Me; with 

(2) a transition metal free oxygen-containing 
compound, a transition metal free nitrogen 
containing compound or mixture of such com 
pounds in a quantity sufficient to lower the 
amount of hydrocarbyl groups present in com 
ponent (A-1) such that the resultant product 
does not substantially reduce TiCl4 at a tem 
perature of 25 C.; one or more transition 
metal compound(s) represented by the for 
mula Tim'YXz wherein Tm' is a transition 
metal selected from groups I-B, IV-B V-B, 
VI-B VII-B or VIII of the Periodic Table of 
the Elements and is not the same element as 
that represented by Tm in component (C); Y is 
oxygen, OR' or NR'2; each R" is indepen 
dently hydrogen or a hydrocarbyl group hav 
ing from 1 to about 20 carbon atoms; X is a 
halogen atom; Z has a value corresponding to 
the valence of the transition metal Tm"; n has 
a value of from zero to 5; the value of Z. n is 
from zero up to the valence of the transition 
metal Tm'; and wherein said transition metal 
compound is present in a quantity such that 
the Tm':Tm, from component (C), atomic 
ratio is from 0.01:1 to about 0.5:1; 

(B) a suitable reducing halide source represented 
by the formulas Al(R3)3-Xa wherein each X is 
independently a halogen atom; R is indepen 
dently hydrogen, or a hydrocarbyl group having 
from 1 to about 20 carbon atoms; and a has a 
value of from 1 to less than 3; said halide being 
employed in a quantity such that the R3:Tm ratio 
is from about 1:1 to about 50:1 and to provide a 
sufficient amount of halogen atoms to convert 
essentially all of the groups attached to a magne 
sium atom in component (A) to a halide group; 
and 

(C) a transition metal compound represented by the 
formula TmYX- wherein Tm is a metal se 
lected from groups IV-B, V-B and VI-B of the 
Periodic Table of Elements; Y is oxygen, OR' or 
NR'2; X is a halogen; each R" is independently 
hydrogen or a hydrocarbyl group having from 1 
to about 20 carbon atoms; n has a value from 
zero to 5 with z-n being from one up to a value 
equal to the valence of the transition metal in a 
quantity so as to provide a Mg:Tm atomic ratio 
of from about 0.05:1 to about 50:1; and 

(II) recovering and washing with fresh inert diluent 
the resultant solid, hydrocarbon insoluble catalyst. 
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58. The process of claim 57 wherein in component 

(A-1), each R and R' group is independently an ali 
phatic hydrocarbon having from 1 to about 10 carbon 
atoms, Me is Al and x' has a value of 3; component (A-2) 
is water, carbon monoxide, carbon dioxide, sulfur diox 
ide, an organic oxygen-containing compound selected 
from, acetals, ketals, esters of carboxylic acids, ortho 
esters of carboxylic acids, halides of carboxylic acids, 
carboxylic acid anhydrides, carbonates, glycols, alco 
hols, aldehydes, ketones, carboxylic acids or mixture 
thereof in any combination; in component (A-2) Tm' is 
Co, Cr, Fe, Mo, Ni, V, W or Zr; R" has from 1 to about 
10 carbon atoms; X is chlorine or bromine and the 
atomic ratio of Tm':Tm is from about 0.02:1 to about 
0.2:1; in component (C), Y is OR"; the Mg:Tm atomic 
ratio is from about 0.1:1 to about 5:1; and the reducing 
halide is present in a quantity so as to provide a R3:Tm 
ratio of from about 1:1 to about 10:1. 

59. The process of claim 58 wherein R and R' and the 
value of x are such that the organomagnesium compo 
nent is hydrocarbon soluble; component (A-2) is carbon 
dioxide, an organic oxygen-containing compound se 
lected from alcohols, aldehydes, ketones, and carbox 
ylic acids or mixture thereof in any combination; said 
transition metal compound represented by the formula 
Tm'YX is NiCl2, NiCl2.6H2O, FeCl3, FeCl3.6H2O, 
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CrCl3, CrCl2, CrCl3.6H2O, MoCl5, WCl6, ZrC14, Zr(O- 
iC3H7)4, VOCl3 or mixture thereof in any combination; 
in the formula for component (C), each X is chlorine, 
Tm is titanium, each R' is an aliphatic hydrocarbon 30 
group having from 1 to about 10 carbon atoms and n has 
a value of from zero to 2; the atomic ratio of MgTi is 
from about 0.2:1 to about 1:1 and the reducing halide is 
employed in a quantity so as to provide an R:Tiratio of 
from about 1:1 to about 3:1. 

60. The process of claim 59 wherein the value of x 
and each R and R' is such that the reaction product (A) 
is hydrocarbon soluble; component (A-2) is an alcohol 
or mixture of alcohols having from 1 to about 20 carbon 
atoms; and said cocatalyst contains triisobutylalumi 
num, triethylaluminum, trimethylaluminum, iso 
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prenylaluminum or a mixture thereof in any combina 
tion. 

61. The process of claim 60 wherein said alcohol is 
methyl alcohol, ethyl alcohol, n-propyl alcohol, isopro 
pyl alcohol, n-butyl alcohol, sec-butyl alcohol, tert 
butyl alcohol, octadecyl alcohol, phenol, 2,6-di-tert 
butyl-4-methylphenol, or mixture thereof in any combi 
nation. 

62. The process of claim 61 wherein said alcohol is 
selected from methyl alcohol, ethyl alcohol, n-propyl 
alcohol, isopropyl alcohol, n-butyl alcohol or mixture 
thereof in any combination. 

63. The process of claim 57 wherein component (A-2) 
is ammonia, an amine, a nitrile, an amide, an oxime, an 
imide, an isocyanate or a mixture thereof in any combi 
nation. 

64. The process of claim 63 wherein component (A-2) 
is ammonia or an amine. 

65. The process of claims 1, 2, 3, 4, 5, 6,7,8,9, 10, 11, 
12, 13, 14, 15, 16, 17, 18, 19, 20, 21, 22, 23, 24, 25, 26, 27, 
28, 29, 30, 31, 32, 33, 34, 35, 36, 37, 38, 39, 40, 41, 42, 43, 
44, 45, 46, 47, 48, 49, 50, 51, 52, 53, 54, 55, 56, 57, 58, 59, 
60, 61, 62, 63, or 64 wherein ethylene or a mixture of 
ethylene and one or more a-olefins having from 3 to 
about 10 carbon atoms are polymerized under slurry 
polymerization conditions. 

66. The process of claim 65 wherein a mixture of 
ethylene and one or more of butene-1, hexene-1 or oc 
tene-1 are polymerized. 

67. The process of claims 1, 2, 3, 4, 5, 6, 7, 8, 9, 10, 11, 
12, 13, 14, 15, 16, 17, 18, 19, 20, 21, 22, 23, 24, 25, 26, 27, 
28, 29, 30, 31, 32, 33, 34, 35, 36, 37, 38, 39, 40, 41, 42, 43, 
44, 45, 46, 47, 48, 49, 50, 51, 52, 53, 54, 55,56, 57, 58, 59, 
60, 61, 62, 63, or 64 wherein ethylene or a mixture of 
ethylene and one or more a-olefins having from 3 to 
about 10 carbon atoms are polymerized under solution 
polymerization conditions. 

68. The process of claim 67 wherein a mixture of 
ethylene and one or more of butene-1, hexene-1 or oc 
tene-1 are polymerized. 
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